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[57] ABSTRACT 

A process for polymerizing oxiranes, oxetanes, oxepanes, 
dioxolanes, tn'oxanes, and tetrahydrofurans to their respec 
tive polymers by contacting them with a selected metal 
compound is disclosed; and also a process for depolymer 
izing polytetrahydrofurans to monomeric tetrahydrofurans 
by contacting the polymer with a selected metal compound 
at a temperature of about 100° C. to about 250° C. The 
catalysts may be in solution or part of a heterogeneous solid, 
and selected organic compounds are used as accelerators in 
the polymerizations. The polymeric products, some of which 
are novel, may be used as polyether monomers for further 
polymerization, as by reaction with isocyanates to produce 
polyurethanes, and other useful polymers. Some of the 
polymeric products are relatively high in molecular weight 
and are suitable for direct use, for instance as spandex ?bers. 

12 Claims, No Drawings 
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POLYMERIZATION OF, AND 
DEPOLYMERIZATION TO, CYCLIC ETHERS 
USING SELECTED METAL COMPOUND 

CATALYSTS 

CROSS-REFERENCE TO RELATED 
APPLICATIONS 

This application is a division of U.S. Ser. No. 08/283,108 
?led Jul. 29, 1994 pending; which is, in-turn, a continuation 
in-part of Ser. No. 08/198,024 ?led Feb. 17, 1994, now 
abandoned; Ser. No. 08/141,160 ?led Oct. 21, 1993, now 
abandoned; PCT/US93/09808 ?led Oct. 20, 1993; Ser. No. 
08/093,243 ?led Jul. 16, 1993, now abandoned; Ser. No. 
08/093,1l9 ?led Jul. 16, 1993, now abandoned; Ser. No. 
08/021,368 ?led Feb. 23, 1993, now abandoned; and Ser. 
No. 07/964,313 ?led Oct. 21, 1992, now abandoned. 

FIELD OF THE INVENTION 

This invention concerns the polymerization of oxiranes, 
oxetanes, oxepanes, 1,3-dioxolanes, 1,3,5-trioxanes, and tet 
rahydrofurans to linear polyethers, and the depolymerization 
of polytetrahydrofurans to tetrahydrofurans, both catalyzed 
by selected metal compounds. The catalysts may be in 
solution or part of a heterogeneous solid, and selected 
organic compounds are used as accelerators in the polymer 
izations. Novel polymeric products are produced in some of 
the polymerizations. 

BACKGROUND OF THE INVENTION 

Cyclic ethers are polymerized by various means to give 
products of widespread utility. For instance, ethylene oxide 
is polymerized to polyethylene oxide which is useful, in 
lower molecular weight grades, for ceramics (as a binder), 
cosmetics, lubricants, polyurethanes; and in higher molecu 
lar weight grades, for packaging ?lm, denture adhesives, 
lubricants, ?occulation and for other articles and products. 
Tetrahydrofuran (THF) is polymerized to poly(tetramethyl 
ene ether) glycol which is useful in the preparation of 
Spandex ?bers; polyurethane resins which are useful in 
elastomeric parts; and thermoplastic elastomers which are 
useful for molding various mechanical parts. Therefore, in, 
roved methods of making these polymers are sought. Also 
useful are methods of depolymerizing the polyethers to 
useful products, such as the cyclic ethers from which they 
were originally made. Such depolymerizations allow for the 
recycle of off speci?cation or used polyethers to useful 
products such as polyethers, thereby reducing waste. 

Block copolymers, of polytetrahydrofurans (usually as the 
diols) and polyesters or poly(urea-urethanes) are commonly 
used in commercial products, such as thermoplastic elas 
tomers (Hytrel® thermoplastic elastomer), spandex ?bers 
(Lycra® spandex ?ber) and urethane rubbers (Adiprene® 
urethane rubber). The usual procedure in making these 
products is to combine a polyether diol with suitable reac 
tants, such as ester segment forming compounds, or urea 
and/or urethane forming compounds such as amines and/or 
diols with diisocyanates. Improved methods of making such 
commercially important polymers are sought by the artisan. 

U.S. Pat. No. 3,842,019 describes the polymerization of 
oxiranes and other small ring compounds by a presumed 
cationic mechanism, using as the catalyst the decomposition 
products of metal per?uoroalkylsulfonates. These catalysts 
are described as “latent", that is no reaction occurs until the 
metal salt is decomposed. The reactions reported are rela 
tively slow, even at elevated temperatures. 
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2 
U.S. Pat. Nos. 5,084,586 and 5,124,417 describe the 

cationic polymerization of various monomers, including 
cyclic ethers, using onium cations, whose corresponding 
anions are ?uoroalkylsulfatometallates. Onium ion cata 
lyzed cationic polymerizations are well known, and there is 
no mention in these patents of the use of metal salts not 
containing onium ions, such as metal tri?ates, as catalysts 
for the polymerization of cyclic ethers. 

Japanese Patent Application 51-82397 describes the poly 
merization of tetrahydrofuran using a combination of ?uo 
rosulfonic acid and a carboxylic acid as catalysts. No 
mention is made of metal salts, such a metal tri?ates as 
catalysts. 

J. S. Hrkach, et al., Macromolecules, vol. 23, p. 
4042—4046 (1990) describe the polymerization of tetrahy 
drofuran using trimethylsilyl tri?uoromethanesulfonate as 
the initiator. No mention is made of any other tri?ates as 
catalysts for this polymerization. 
German Patent Application 2,459,163 describes the poly 

merization of THF using a combination of ferric chloride 
and carboxylic anhydride as catalyst. 

G. A. Olah, et al., J. Appl. Polym. Sci., Vol. 45, 
1355-1360 (1992) describe the use of boron, aluminum and 
gallium tristri?ate to catalyze the polymerization of THF. 

S. L. Borkowsky, et al., Organometal., Vol. 10, p. 
1268-1274 (1991) report that certain zirconium complexes 
can initiate the polymerization of tetrahydrofuran. No men 
tion is made of zirconium per?uoroalkylsulfonates, or of 
copolymers. 

T. Misaki, et al., Nippon Kagaku Kaishi, p. 168—174 
(1973) report on the polymerization of THF using a com 
bination of metal aceylacetonates and acetyl chloride. 

U.S. Pat. No. 4,303,782 describes the use of zeolites to 
catalyze the polymerization of tetrahydrofuran. These poly 
merization appear to proceed very slowly. 

SUMMARY OF THE INVENTION 

This invention concerns a ?rst process for the polymer» 
ization of cyclic ethers, comprising, contacting at a tem 
perature of about —80° C. to about 150° C. one or more 
oxiranes, oxetanes, tetrahydrofurans, oxepanes, 1,3-diox 
olanes or 1,3,5~trioxanes with a catalyst system consisting 
essentially of a compound of the formula MZJ'QI, and an 
accelerator selected from the group consisting of carboxylic 
acids whose pKa in water is less than 6, carboxylic anhy 
drides and acyl halides, wherein: 
M is a metal selected from the group consisting of cobalt, 

vanadium, copper, mischmetall, niobium, tungsten, 
strontium, barium, scandium, yttrium, the rare earth 
metals, titanium, zirconium, hafnium, chromium, 
molybdenum, tantalum, rhenium, iron, ruthenium, 
osmium, rhodium, iridium, palladium, platinum, gold, 
zinc, cadmium, mercury, aluminum, gallium, indium, 
thulium, germanium, tin, lead, arsenic, antimony and 
bismuth; 

at least one of Z is an anion of the formula R5503", 
wherein R5 is per?uoroalkyl containing 1 to 12 carbon 
atoms or part of a ?uorinated polymer wherein the 
carbon atoms alpha and beta to the sulfonate group are 
together bonded to at least four ?uorine atoms, or 
tetraphenylborate, and the remainder of Z is 0x0 or one 
or more monovalent anions; 

s is 2 when M is strontium, barium, cobalt, rhodium, 
iridium, palladium, platinum, chromium, zinc, cad 
mium or mercury; 
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s is 3 when M is scandium, yttrium, a rare earth metal, 
arsenic, antimony, bismuth, gold, iron, ruthenium, 
osmium, aluminum, gallium, indium or thulium; 

s is 4 when M is titanium, zirconium, hafnium, molyb 
denum, germanium, tin, or lead; 

s is 5 when M is rhenium, vanadium, niobium or tantalum; 
s is 6 when M is tungsten; 

Q is a neutral ligand; 
t is 0 or an integer of l to 6; and 

provided that each oxo group present counts as two of s. 
This invention also involves a ?rst process for the depo~ 

lymerization of a polyether to a tetrahydrofuran, comprising, 
contacting at a temperature of about 100° C. to about 250° 
C., a polymer consisting essentially of one or more repeat 
units of the formula 

a compound of the formula MZS'QD wherein: 
each R1, R2, R3 and R4 is independently hydrogen or 

hydrocarbyl containing 1 to 20 carbon atoms; 
M is a metal selected from the group consisting of cobalt, 

vanadium, copper, rnischmetall, niobium, tungsten, 
strontium, barium, scandium, yttrium, the rare earth 
metals, titanium, zirconium, hafnium, chromium, 
molybdenum, tantalum, rhenium, iron, ruthenium, 
osmium, rhodium, iridium, palladium, platinum, silver, 
gold, zinc, cadmium, mercury, aluminum, gallium, 
indium, thulium, silicon, germanium, tin, lead, arsenic, 
antimony and bismuth; 

at least one of Z is an anion of the formula RSS0 ', 
wherein R5 is per?uoroalkyl containing 1 to 12 carbon 
atoms or part of a ?uorinated polymer wherein the 
carbon atoms alpha and beta to the sulfonate group are 
together bonded to at least four ?uorine atoms, or 
tetraphenylborate, and the remainder of Z is oxo or one 
or more monovalent anions; 

is 2 when M is strontium, barium, cobalt, rhodium, 
iridium, palladium,-platinum, chromium, zinc, cad 
mium or mercury; 

is 3 when M is scandium, yttrium, a rare earth metal, 
arsenic, antimony, bismuth, gold, iron, ruthenium, 
osmium, aluminum, gallium, indium or thulium; 
is 4 when M is titanium, zirconium, hafnium, molyb 
denum, silicon, germanium, tin, or lead; 

s is 5 when M is rhenium, vanadium, niobium or tantalum; 
s is 6 when M is tungsten; 

Q is a neutral ligand; 
t is 0 or an integer of l to 6; 

and provided that each oxo group present counts as two of 
s. 

This invention also concerns a second process for the 
polymerization of cyclic ethers, comprising, contacting one, 
at a temperature of about —80° C. to about 130° C., or more 
oxiranes, oxetanes, tetrahydrofurans, oxepanes, 1,3-diox 
olanes, or l,3,5~trioxanes; with a zeolite which contains a0 
metal cation selected from the group consisting of strontium, 
vanadium, copper, rnischmetall, niobium, tungsten, cobalt, 
barium, scandium, yttrium, the rare earth metals, titanium, 
zirconium, hafnium, chromium, molybdenum, tantalum, 
rhenium, iron, ruthenium, osmium, rhodium, iridium, pal 
ladium, platinum, silver, gold, zinc, cadmium, mercury, 
aluminum, gallium, indium, thulium, germanium, tin, lead, 
arsenic, antimony and bismuth; and an accelerator selected 
from the group consisting of carboxylic anhydrides, acyl 
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4 
halides and carboxylic acids whose pKa in water is less than 
about 6. 

This invention also concerns a third process for the 
polymerization of cyclic ethers, comprising, contacting, at a 
temperature of about —80° C. to about 130° C., one or more 
oxiranes, oxetanes, tetrahydrofurans, oxepanes, l,3-diox~ 
olanes, or 1,3,5-trioxanes; with a catalytic system consisting 
essentially of a heterogeneous catalyst containing a metal 
per?uoroalkylsulfonate attached to the surface of said cata 
lyst through said metal, and an accelerator; said metal 
selected from the group consisting of strontium, vanadium, 
copper, mischmetall, niobium, tungsten, cobalt, barium, 
scandium, yttrium, the rare earth metals, titanium, zirco 
nium, hafnium, chromium, molybdenum, tantalum, rhe 
nium, iron, ruthenium, osmium, rhodium, iridium, palla 
dium, platinum, gold, zinc, cadmium, mercury, indium, 
thulium, germanium, tin, lead, arsenic, antimony and bis 
muth; said accelerator selected from the group consisting of 
carboxylic anhydrides, acyl halides, and carboxylic acids 
whose pKa in water is less than about 6. 

This invention also concerns a second process for the 
depolymerization of a polyether to a tetrahydrofuran, com 
prising, contacting at a temperature of about 100° C. to about 
250° C., a polymer consisting essentially of one or more 
repeat units of the formula 

wherein each R1, R2, R3 and R4 is independently hydrogen 
or hydrocarbyl containing 1 to 20 carbon atoms, with a 
heterogeneous catalytic system consisting essentially of a 
catalyst containing a metal per?uoroalkylsulfonate attached 
to the surface of said catalyst through said metal; said metal 
selected from the group consisting of strontium, vanadium, 
copper, niobium, tungsten, cobalt, barium, scandium, 
yttrium, the rare earth metals, titanium, zirconium, hafnium, 
chromium, silver, molybdenum, tantalum, rhenium, iron, 
ruthenium, osmium, rhodium, iridium, palladium, platinum, 
silver, gold, zinc, cadmium, mercury, aluminum, gallium, 
indium, thulium, germanium, tin, lead, arsenic, antimony 
and bismuth. 

This invention also concerns a fourth polymerization 
process for the production of poly(etheresters), comprising, 
contacting a tctrahydrofuran with a catalyst system consist~ 
ing essentially of a polycarboxylic acid of the formula 
A(CO2H)X and a catalyst of the formula MZs'Qp wherein: 
M is a metal selected from the group consisting of cobalt, 

tungsten, vanadium, copper, rnischmetall, niobium, 
strontium, barium, scandium, yttrium, the rare earth 
metals, titanium, zirconium, hafnium, chromium, 
molybdenum, tantalum, rhenium, iron, ruthenium, 
osmium, rhodium, iridium, palladium, platinum, silver, 
gold, zinc, cadmium, mercury, indium, thulium, ger 
manium, tin, lead, arsenic, antimony and bismuth; 

Z is an anion of the formula R5803‘, wherein R5 is 
per?uoroalkyl containing 1 to 12 carbon atoms or part 
of a ?uorinated group wherein the carbon atoms alpha 
and beta to the sulfonate group are together bonded to 
at least four ?uorine atoms; 

s is 1 when M is silver, 

s is 2 when M is strontium, barium, cobalt, rhodium, 
iridium, palladium, platinum, chromium, zinc, cad 
mium or mercury; 

s is 3 when M is scandium, yttrium, a rare earth metal, 
arsenic, antimony, bismuth, gold, iron, ruthenium, 
osmium, aluminum, gallium, indium or thulium; 

s is 4 when M is titanium, zirconium, hafnium, molyb 
denum, germanium, tin, or lead; 
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s is 5 when M is rhenium, vanadium, niobium or tantalum; 
s is 6 when M is tungsten; 

Q is a neutral ligand; 
t is 0 or an integer of l to 6; and 

each A is independently an organic radical having x free 
valencies; 

each x is independently 2, 3, 4, 5 or 6; and provided that: 
A is bound to carboxyl groups through a carbon atom; 
said polycarboxylic acid has a pKa of about 6 or less; 
said polycarboxylic acid does not by itself catalyze 

polymerization of the tetrahydrofuran; and 
the ratio of equivalents of carboxyl groups of said 

polycarboxylic acid to moles of said catalyst is less 
than 6. 

This invention also concerns a polymer consisting essen 
tially of a repeat unit of the formula 

wherein: , 

each R1, R2, R3 and R4 is hydrogen or hydrocarbyl 
containing 1 to 20 carbon atoms; 

each n is independently an integer of l or more; 

each A is independently hydrocarbylene or substituted 
hydrocarbylene containing one or more functional 
groups selected from the group consisting of imide, 
amide, urea and urethane; 

and provided that each A is bound to an ester group through 
a carbon atom. 

DETAILS OF THE INVENTION 

In the ?rst polymerization process described herein one or 
more cyclic ethers, oxiranes, oxetanes, 1,3-dioxolanes, 1,3, 
5-trioxanes, or tetrahydrofurans are polymerized to form a 
polyether. For all processes herein, oxirane (more commonly 
called epoxide) is herein given its usual structure, a saturated 
three membered ring containing two carbon atoms and one 
oxygen atom. Oxetane is also given its common meaning, a 
saturated four membered ring containing three carbon atoms 
and one oxygen atom. The term oxepane means a saturated 
seven membered ring containing six carbon atoms and one 
oxygen atoms. The term 1,3-dioxolane means a saturated 
?ve membered ring which contains two oxygen atoms 
separated by 1 carbon atom. The term l,3,5~trioxane means 
a six membered ring containing 3 oxygen atoms in which the 
oxygen atoms and carbons atoms are alternated. All of these 
terms include compounds containing those ring systems 
which are substituted with hydrocarbyl or hydrocarbylene 
groups containing 1 to 20 carbon atoms. The hydrocarbylene 
groups may form carbocyclic rings, which include bicyclic, 
tricyclic, etc., systems. By a hydrocarbylene group herein is 
meant a divalent radical containing carbon and hydrogen 
which is part of a carbocyclic ring. " 

Preferred cyclic ethers for the ?rst polymerization have 
the formula 

H R1 
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—continued 

H O 1-1 

R1 + \|[__ Rt 
0 O 

H R1 

wherein n is 2 or 4 and each R1, R2, R3 and R4 is 
independently hydrogen or hydrocarbyl containing 1 to 20 
carbon atoms. Some of these cyclic ethers polaymerize to 
give repeat units of the formula —[CHR1(CR R )nCHR4O] 
—. In a more preferred cyclic ether all of R1, R2, R3 and R4 
are hydrogen. In another more preferred cyclic ether where 
n=2, R1, one of R2, both of R3 and R4 are hydrogen, and the 
remaining R2 is alkyl containin 1—4 carbon atoms, espe 
cially preferably the remaining R is methyl. By hydrocarbyl 
herein is meant a univalent radical containing carbon and 
hydrogen. 
The ?rst polymerization is run in the presence of an 

accelerator. Suitable accelerators are carboxylic anhydrides, 
acyl halides, and carboxylic acids with a pk,z of less than 
about 6 in water. 
By a carboxylic anhydride is meant a compound contain 

ing the grouping —C(O)O(O)C——, wherein the free valen 
cies are to other carbon atoms. A preferred carboxylic 
anhydride is an anhydride of an alkyl carboxylic acid or a 
halogen substituted alkyl carboxylic acid, and particularly 
preferred anhydrides are acetic anhydride and tri?uoroacetic 
anhydride. 
By an acyl halide is meant a compound containing the 

grouping —C(O)X, where X is chlorine or bromine and the 
free valence is to another carbon atom. In preferred acyl 
halides, X is chlorine. Preferred acyl halides are alkyl acyl 
halides, and especially preferred are acetyl halides, more 
preferably acetyl chloride. 
By a carboxylic acid is meant a compound containing the 

grouping —C(O)OH, wherein the free valence is to another 
carbon atom. Preferred carboxylic acids have a pKa of less 
than 5 in water; Useful carboxylic acids include, but are not 
limited to acetic, tri?uoroacetic, chloroacetic, benzoic, 
trichloroacetic, p-nitrobenzoic, butyric, formic, cyanoacetic, 
nitropropionic, acrylic, methacrylic, and napthoic acids. 
Preferred carboxylic acids are tri?uoroacetic, acetic, formic, 
cyanoacetic, nitropropionic, acrylic and methacrylic acids. 
When carboxylic anhydride is present one half or more of 

the end groups are carboxylic esters. As is known to the 
artisan, these may be hydrolyzed to hydroxyl groups by 
reaction with water, preferably in the presence of a catalyst, 
such as a strong acid (sulfuric acid for instance) or a strong 
base (such as NaOH). The proportion of acetate ends 
increases the longer the polymerization is allowed to pro 
ceed. Although the polymeric diol is often the desired 
product (it can be used to make other polymers, such as 
polyurethanes and polyesters), the half ester or diester is also 
useful, as in relatively low molecular polymers which can be 
used as solvents. 
When an acyl halide is used as the accelerator, the end 

groups are usually ester on one end, and the halide, X, on the 
other. Thus the complete formula for such a polymer could 
be X—[CHR1(CR2R3),,CHR4O]—C(O)Y, where Y is the 
group to which the acyl group of the acyl halide was bound. 
Such polymers are useful as intermediates for the prepara 
tion of polymers containing different functional groups. For 

' example, the ester may be hydrolyzed to a hydroxyl group, 
and the halide may be reacted to form another functional 
group such as nitrile. If a bis(acyl halide), X(O)CYC(O)X, 
is used as the accelerator, the product of the polymerization 
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will be a polyether with halide (X) end groups which 
contains two internal ester groups, and may have the formula 

X——[CHR1(CR2R3),,CHR4O]-C(O)YC(O)— 
[OCHR1(CR2R3),,CHR4 ]—-X. Useful bis(acyl halides) 
include adipoyl chloride, terephthaloyl chloride, and digly 
colyl chloride [Cl(O)CCH2OCH2C(O)C1]. 

In the ?rst polymerization when a carboxylic acid is used 
as the accelerator, both end groups are usually mostly ester. 
Thus the complete formula for such a polymer could be 
Y(O)CO—[CHR1(CR2R3),,CHR4O]—C(O)Y, where Y is 
the group to which the acyl group of the carboxylic acid was 
bound. 
An important consideration in the preparation of poly 

ethers is the number average molecular weight (Mn) of the 
polyether and its molecular weight distribution. When the 
polyether is to be used as a monomer in the preparation of 
another polymer (usually in the diol form), it is often 
preferred in the ?rst polymerization that the Mn of the 
polyether be in the range of about 400 to about 20,000, 
preferably about 500 to about 5,000. 

In the ?rst polymerization the catalyst may be yttrium or 
rare earth compound of the formula MZ3 where M is a 
trivalent ion of yttrium, or one of the rare earths, lanthanum, 
cerium, praeseodymium, neodymium, promethium, 
samarium, europium, gadolinium, terbium, dysprosium, hol 
rnium, erbium, thulium, ytterbium, and lutetium. 

In the ?rst polymerization preferred metals, M, are stron 
tium, scandium, yttrium, the rare earth metals, titanium, 
zirconium, hafnium, vanadium, niobium, tantalum, chro~ 
mium, molybdenum, tungsten, rhenium, iron, ruthenium, 
palladium, copper, gold, zinc, tin and bismuth. More pre 
ferred metals are yttrium, the rare earth metals, and scan 
dium. Especially preferred metals are yttrium, ytterbium, 
dysprosium, erbium, neodymium, lanthanum, and scan 
dium. Another preferred metal is “mischmetall” (sometimes 
also called “didymium”), which is a mixture of rare earth 
metals as obtained from the ore. 

It is believed monovalent anions that are relatively non~ 
nucleophilic are useful as Z. Examples of such anions are 
tetraphenylborate, R5803‘, wherein R5 is per?uoroalkyl, or 
wherein R5 is part of a ?uorinated polymer wherein the 
carbon atoms alpha and beta to a sulfonate group are 
together bonded to at least 4 ?uorine atoms (as in 
———CF2CF2SO3_). It is preferred if R5 is perlluoroalkyl. In a 
particularly preferred R5 is tri?uoromethyl, and the anion is 
herein called “tri?ate”. 

Generally speaking, in the ?rst polymerization any metal 
lic compound in which the correct metal in the correct 
oxidation state (see above) is present and bonded to a tri?ate 
or similar anion will be a catalyst. Such a compound must 
of course be reasonably stable during the polymerization (or 
depolymerization, see below), or decompose to another 
compound which is still a triflate (or similar anion) com 
pound of the metal in the correct oxidation state. It has been 
found that, in general, the greater the number of tri?ate 
groups bonded to the metal cation, the more active the metal 
compound will be as a catalyst. It is preferred if half or more 
of the anions (Z) bound to each metal cation is tri?ate or a 
similar anion. 
The metal catalysts of the ?rst polymerization may 

optionally contain one or more neutral ligands coordinated 
to the metal. By a neutral ligand is meant a neutral com 
pound that can coordinate with the catalysts, usually the 
metal cation. Neutral ligands include water, and ethers'such 
as dimethyl ether and tetrahydrofuran. 
The metals catalysts of the ?rst polymerization may 

contain other anions than tri?ate and similar anions, and 
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8 
tetra?uoroborate, although at least one of tri?ate or tetra?uo 
roborate anions must be present. Some other useful anions 
are alkoxide, particularly lower alkoxide containing 1-4 
carbon atoms, acetylacetonate, cyclopentadieneide, pentam 
ethylcyclopentadieneide, t-butylacetylacetonate, and halide. 
It is preferred if all of the anions are tri?ate. 

In general, in the ?rst polymerization the higher the molar 
ratio of metal compound to cyclic ether monomer originally 
present, the lower the molecular weight of the resulting 
polyether will be. Similarly, the higher the ratio of accel~ 
erator (if present) to monomer originally present, the lower 
the molecular weight of the polyether will be. It is believed 
the elfects of these two ratios are cumulative. For these 
eifects see Examples 7 and 8. 
The ?rst polymerization may be run at a temperature of 

about —80° C. to about 130° C. If this temperature is above 
the boiling point of the cyclic ether monomer, a pressure 
vessel may be used. A preferred temperature is ambient to 
the boiling point of the monomer, or 110° C., whichever is 
lower. An inert solvent such as di-n-butyl ether, diethyl ether 
or toluene may be used, but it is preferred if solvents are not 
present. Protic compounds such as water, methanol and 
ethanol should preferably not be present, and it is convenient 
to exclude them by drying the starting materials and keeping 
the process under an inert dry gas such as nitrogen. As in 
most chemical processes, the ingredients should be mixed at 
least initially. Continued agitation is preferred to assure that 
the process materials remain well mixed, and to avoid 
overheating. The polymerization is mildly exothermic. If the 
polymerization temperature goes up appreciably, re?uxing 
‘of the monomer may be used to help cool the process. 

The polymers produced in the ?rst polymerization often 
have polydispersities signi?cantly less than 2, which is 
possibly indicative of a “Living polymerization”. Also 
indicative of this is the fact that as the polymerization 
proceeds, the molecular weight, particularly the number 
average molecular weight, increases. 

In the second and third polymerizations, the terms 
oxirane, oxetarre, oxepane, l,3~dioxolane, 1,3,5-trioxane, 
and tetrahydrofuran include compounds containing those 
ring systems which are substituted with hydrocarbyl or 
hydrocarbylene groups containing 1 to 20 carbon atoms. The 
hydrocarbylene groups form carbocyclic rings, which 
include bicyclic, tricyclic, etc. systems. By a hydrocarbylene 
group herein is meant a divalent radical containing carbon 
and hydrogen which is part of a carbocyclic ring. 

In the second and third polymerizations preferred cyclic 
ethers have the formula 

wherein n is 2 or 4, and each R1, R2, R3 and R4 is 
independently hydrogen or hydrocarbyl containing 1 to 20 
carbon atoms. Some cyclic ethers polymerize to give repeat 
units of the formula --[CHR1(CR2R3),,Cl-IR4O]—. In a 
more preferred cyclic ether all of R‘, R2, R3 and R4 are 
hydrogen. In another more preferred cyclic ether where n=2, 
R1, one of R2, both of R3 and R4 are hydrogen, and the 
remaining R2 is alkyl containing 1-4 carbon atoms, espe 
cially preferably the remaining R2 is methyl. By hydrocarbyl 
herein is meant a univalent radical containing carbon and 
hydrogen. 
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The second and third polymerizations are carried out in 
the presence of an accelerator (sometimes also called a 
co-catalyst). Suitable accelerators are carboxylic anhy 
drides, acyl halides and carboxylic acids whose pKa is less 
than about 6 in water. 
By a carboxylic anhydride is meant a compound contain 

ing the grouping —C(O)O(O)C—, wherein the free valen 
cies are to other carbon atoms. A preferred carboxylic 
anhydride is an anhydride of an alkyl carboxylic acid or a 
halogen substituted alkyl carboxylic acid, and particularly 
preferred anhydrides are acetic anhydride and tri?uoroacetic 
anhydride. 
By an acyl halide is meant a compound containing the 

grouping --C(O)X, where X is chlorine or bromine and the 
free valence it to another carbon atom. In preferred acyl 
halides X is chlorine. Preferred acyl halides are alkyl acyl 
halides, and especially preferred are acetyl halides, more 
preferably acetyl chloride. 

In the second and third polymerizations, by a carboxylic 
acid is meant a compound containing the grouping 
—C(O)OH, wherein the free valence is to another carbon 
atom. Preferred carboxylic acids have a pKa of less than 5 
in water. Useful carboxylic acids include, but are not limited 
to formic, acetic, tri?uoroacetic, chloroacetic, benzoic, 
trichloroacetic, p-nitrobenzoic, butyric, and naphthoic acids. 
Preferred carboxylic acids are tri?uoroacetic, formic, acetic, 
cyanoacetic, nitropropionic, nitrobenzoic, acrylic and meth 
acrylic. These and other acids that themselves don’t cause 
polymerization of the cyclic ethers are also believed to be 
accelerators, especially if their pKa in water is about 6 or 
less. 
When carboxylic anhydride is present one half or more of 

the end groups are carboxylic esters. As is known to the 
artisan, these may be hydrolyzed to hydroxyl groups by 
reaction with water, preferably in the presence of a catalyst, 
such as a strong acid (sulfuric acid for instance) or a strong 
base (such as NaOH). The proportion of acetate ends 
increases the longer the polymerization is allowed to pro 
ceed. Although the polymeric diol is often the desired 
product (it can be used to make other polymers, such as 
polyurethanes and polyesters), the half ester or diester is also 
useful, as in relatively low molecular weight polymers 
which can be used as solvents. 
When acyl halides are used as the accelerator, the end 

groups are usually ester on one end, and the halide, X, on the 
other. Thus the complete formula for such a polymer could 
be X—[CHR1(CR2R3),,CHR4O]—C(O)X where Y is the 
group to which the acyl group of the acyl halide was bound. 
Such polymers are useful as interrnediatesfor the prepara 
tion of polymers containing different functional groups. For 
example, the ester may be hydrolyzed to a hydroxyl group, 
and the halide may be reacted to form another functional 
group such as nitrile. If a bis (acyl halide), X(O)CYC(O)X, 
is used as the accelerator, the product of the polymerization 
will be a polyether with halide (X) end groups which 
contains two internal ester groups, and may have the formula 

X-[CHRI(CR2R3),,CHR4O]——C(O)YC(O)— 
[OCHR1(CR2R3),,CHR4]—X. Useful bis(acyl halides) 
include adipoyl chloride, terephthaloyl chloride, and digly 
colyl chloride [Cl(O)CCH20CH2C(O)Cl]. 

In the second and third polymerizations, when a carboxy 
lic acid is used as the accelerator, the end groups are usually 
mostly ester. Thus the complete formula for such a polymer 
could be Y—C(O)—O-[CHR‘(CR2R3)nCHR4O]— 
C(O)Y, where Y is the group to which the acyl group of the 
carboxylic acid was bound. The ester group may be hydro 
lyzed as described above in the paragraph describing the 
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products when a carboxylic anhydride is used as the accel 
erator. 
The second and third polymerizations may be run at a 

temperature of about —80° C. to about 130° C. If this 
temperature is above the boiling point of the cyclic ether 
monomer, a pressure vessel may be used. A preferred 
temperature is ambient to the boiling point of the monomer 
or 110° C., whichever is lower. An inert solvent such as 
di-n-butyl ether, diethyl ether or toluene may be used, but it 
is preferred if solvents are not present. Protic compounds 
such as water, methanol and ethanol should preferably not be 
present, and it is convenient to exclude them by drying the 
starting materials and keeping the process under an inert dry 
gas such as nitrogen or dry air. As in most chemical 
processes, the ingredients should be mixed. Continued agi 
tation is preferred toassure contact of the process liquids 
with the heterogeneous catalyst, and to avoid overheating. 
The polymerization is mildly exothermic. If the polymer 
ization temperature goes up appreciably, re?uxing of the 
monomer may be used to help cool the process. 
The second and third polymerizations may be run in a 

variety of methods, such as batch, semi-continous, or con 
tinuous. While the heterogeneous catalyst may be recovered 
each time, as by ?ltration, and reused, in another embodi 
ment the catalyst is ?xed in place and the polymerization 
mass circulated or agitated so that uniform contact with the 
catalyst surface is obtained. In this way, the catalyst may be 
used for long periods in a continuous process, or for many 
batches in a batch polymerization, without the need to 
recover the catalyst. Contact time of the liquid reaction mass 
with the catalyst will depend on many factors, such as the 
catalytic metal used, its concentration on the catalyst, the 
temperature, cyclic ether being polymerized, etc., but will 
usually be in the range of a few minutes to a few hours. 

Catalysts used herein in the second and third polymer 
izations contain selected metal cations. Preferred metal 
cations are those of strontium, scandium, yttrium, the rare 
earth metals, titanium, zirconium, hafnium, vanadium, nio 
bium, tantalum, chromium, molybdenum, tungsten, rhe 
nium, iron, ruthenium, palladium, copper, gold, zinc, tin and 
bismuth. More preferred metals are yttrium, the rare earth 
metals, scandium and zirconium. Especially preferred met 
als are yttrium, ytterbium, dysprosium, erbium, neodymium, 
lanthanum, scandium and zirconium. Another preferred 
metal is “mischmetall” (sometimes also called “didy 
mium”), which is a nrixture of rare earth metals as obtained 
from the ore. By rare earths herein is meant lanthanum, 
cerium, praeseodyrnium, neodymium, promethium, 
samarium, europium, gadolinium, terbium, dysprosium, hol 
mium, erbium, thulium, ytterbium, and lutetium. By a per 
?uoroalkylsulfonate herein is meant a metal salt of a per 
?uoroalkylsulfonate in which the metal is bonded to one or 
more per?uoroalkylsulfonate groups. 
The catalyst used in the second polymerization herein is 

a zeolite in which some of the metal cations present are the 
cations listed above. The anions of such cations are not 
critical, and may be those normally found in zeolites. The 
zeolites containing the appropriate metal cations can be 
made by the ion exchange of cations in known zeolites. Such 
ion exchange processes are know to the artisan, see for 
instance D. W. Breck in Zeolite Molecular Sieves, R. E. 
Krieger Publishing Co., Malabar, Fla, 1984 and Examples 
7, 9, 12, l4, 16, 18, and 20. It is preferred if at least 0.5 atom 
percent of the metals and metalloids in the zeolite are one of 
the useful “catalytic” metals, more preferably at least 5 atom 
percent. It has been found that the zeolite catalysts usually 
yield polyethers with bimodal molecular weight distribu 
tions. 
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The catalyst of the third polymerization, a “catalytic” 
metal per?uoroalkylsulfonate is attached to the surface of a 
material that in etfect acts as a heterogeneous support for the 
metal per?uoroalkylsulfonate. The metal is not attached to 
the surface through the per?uoroalkylsulfonate, but through 
another bond or ligand. The catalytic metal should have at 
least one per?uoroalkylsulfonatc anion attached to it, and 
preferably, except for the group attaching the metal to the 
support surface, all of the groups should be per?uoroalkyl 
sulfonate. 

In the third polymerization catalyst, the metal may be 
attached to the surface by a covalent bond, or coordination, 
or any other method. It is preferred if signi?cant amounts 
(>25%, preferably <l0%) of the catalytic metal cannot be 
leached from the heterogeneous catalyst by the polymeriza 
tion process liquids. In one method of attachment, a ligand 
which can coordinate with the metal cation is attached via 
one or more covalent bonds to the surface of the support, and 
then the metal cation is coordinated to the ligand, thereby 
?xing the metal cation on the support surface. Particularly 
useful for such are silicon compounds to which the ligand is 
attached by a stable (to hydrolysis and the polymerization 
process conditions) bond, and in which the silicon is directly 
attached to groups which are readily hydrolyzed. When 
these hydrolytically unstable groups are hydrolyzed from the 
silicon atom, the resulting “compound" can readily bond to 
surfaces which have hydroxyl groups present. Many com 
mon supports, such as alumina, silica (gel), many metal 
oxides, and others have such surfaces. After the ligand is 
attached to the surface, an appropriate metal compound is 
contacted with the surface containing the ligands, and the 
metal cation becomes ?xed to the support surface. See 
Examples 177, 179, 181, and 183 for such processes. 
The heterogeneous supports for such third polymerization 

catalysts can be those which are commonly used for sup 
ported catalysts. It is preferred if they have a relatively large 
surface area, at least 25 m2/gm, and it is also preferred if the 
support is inorganic (inorganic includes various forms of 
carbon, such as activated carbon, graphite, etc.). Useful 
supports include alumina, silica, silica-aluminates, carbon, 
zirconia, yttria, magnesia, ceria, aluminum ?uoride and 
barium sulfate. Preferred supports are alumina, silica, silica 
alurninates, carbon and zirconia. It is preferred if the sup 
ports themselves are acidic. Although not critical, a conve 
nient amount of the catalytic metal on the catalyst is about 
0.1 to about 20 weight percent, measured as catalytic metal. 

In the fourth polymerization process a tetrahydrofuran is 
copolymerized with a polyearboxylic acid to yield a poly 
(ether-ester). By a tetrahydrofuran (THF) is meant the 
common meaning, a compound containing a saturated ?ve 
membered ring in which one of the ring atoms is oxygen and 
the other four ring atoms are carbon. Preferred tetrahydro 
furans have the formula I 

R3 R3 I 

R2 R2 

H O H 

wherein each R‘, R2, R3 and R4 is independently hydrogen 
or hydrocarbyl containing 1 to 20 carbon atoms. In espe 
cially preferred THFs, R‘, one of R2 and all of R3 and R4 are 
hydrogen, and the remaining R2 is alkyl containing 14 
carbon atoms, particularly the remaining R2 is methyl. In 
another especially preferred embodiment all of R1, R2, R3 
and R4 are hydrogen 

In the fourth polymerization a tetrahydrofuran is copoly 
merized with a polyearboxylic acid of the formula 
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12 
A(CO2H)X, wherein A is an organic radical, and wherein A 
is bound to each carboxyl group through a carbon atom. By 
“through a carbon atom" is meant that each carboxyl group 
is bound to a carbon atom which is part of A. A may contain 
any substituent which does not react during, or disturb, the 
fourth polymerization. Suitable functional groups include 
halo, ester, amide, urethane, urea, keto, ether, imide, and 
sulfone, and hydrocarbon based “functional groups” such as 
ole?ns, aromatic rings, and acetylenic bonds. Especially 
preferred functional groups are ester, amide, imide, urethane 
and urea. The functional groups should be picked so that 
they don’t undergo an acid base reaction with the carboxyl 
groups of the polyearboxylic acid. Thus aliphatic amine 
groups should not be present and are classi?ed as among 
those groups which interfere with the polymerization. 

Useful polyearboxylic acids include, but are not limited 
to, maleic acid, furnaric acid, succinic acid, adipic acid, 
isophthalic acid, terephthalic acid, and 1,2,4-benzenetricar 
boxylic acid. Preferred polyearboxylic acids are adipic, 
isophthalic and terephthalic acids. 
The polycarbOxylic acid has a pKa of less than 6, 

preferably less than 5, and should not by itself catalyze the 
polymerization of the tetrahydrofuran. In preferred polycar 
boxylic acids, x is 2 (a dicarboxylic acid). When it is more 
than two, a branched and/or crosslinked poly(ether-ester) 
will be produced. 
The catalyst for the fourth polymerization may be a 

yttrium or rare earth compound of the formula MZ3 where 
M is a trivalent ion of yttrium, or one of the rare earths, 
lanthanum, cerium, praeseodyrnium, neodymium, prome 
thium, samariurn, europium, gadolinium, terbium, dyspro 
sium, holrnium, erbium, thulium, ytterbium, and lutetium. 

Preferred metals in the fourth polymerization, M, are 
strontium, scandium yttrium, the rare earth metals, titanium, 
zirconium, hafnium, vanadium, niobium, tantalum, chro 
mium, molybdenum, tungsten, rhenium, iron, ruthenium, 
palladium, copper, gold, zinc, tin and bismuth. More pre 
ferred metals are yttrium, the rare earth metals, and scan 
dium. Especially preferred metals are yttrium, ytterbium, 
dysprosium, erbium, neodymium, lanthanum, and scan 
dium. Another preferred metal is “mischmetall” (sometimes 
also called “didyrnium”), which is a mixture of rare earth 
metals as obtained from the ore. 

It is believed monovalent anions that are relatively non~ 
nucleophilic are useful as Z. Examples of such anions are 
tetraphenylborate, RSSOB', wherein R5 is perlluoroalkyl, or 
wherein R5 is part of a ?uorinated polymer wherein the 
carbon atoms alpha and beta to a sulfonate group are 
together bonded to at least 4 ?uorine atoms (as in 
—CF2CF2SO3“). It is preferred if R5 is perlluoroalkyl. In a 
particularly preferred R5 is tri?uoromethyl, and that anion is 
herein called “tri?ate”. 

Generally speaking, any metallic compound in which the 
correct metal in the correct oxidation state (see above) is 
present and bonded to a tri?ate or a similar anion will be a 
catalyst in the fourth polymerization. Such a compound 
must of course be reasonably stable during the polymeriza 
tion or decompose to another compound which is still a 
tri?ate (or similar anion) compound of the metal in the 
correct oxidation state. 
The metal catalysts in the fourth polymerization may 

optionally contain one or more neutral ligands, Q, coordi~ 
nated to the metal. By a neutral ligand is meant a neutral 
compound that can coordinate with the catalysts, usually the 
metal cation. Neutral ligands include water, and ethers such 
as dimethyl ether and tetrahydrofuran. Useful compounds 
containing neutral ligands include bis(n-cyclopentadi— 
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enyl)tetrahydrofuranbis(trif 
luoromethanesulfonate)zirconium and bis(n-cyclopentadi 
enyl)tetrahydrofuran 
bis(tri?uoromethanesulfonate)hafnium. 

In general, in the fourth polymerization the higher the 
molar ratio of metal compound to cyclic ether monomer 
originally present, the lower the molecular weight of the 
resulting polyether will be. 
The fourth polymerization may be run at a temperature of 

about —80° C. to about 130° C. If this temperature is above 
the boiling point of the cyclic ether monomer, a pressure 
vessel may be used. A preferred temperature is ambient to 
the boiling point of the monomer, or 110° C., whichever is 
lower. An inert solvent such as di-n-butyl ether, diethyl ether 
or toluene may be used, but it is preferred if solvents are not 
present. Protic compounds such as water, methanol and 
ethanol should preferably not be present, and it is convenient 
to exclude them by drying the starting materials and keeping 
the process under an inert dry gas such as nitrogen. As in 
most chemical processes, the ingredients should be mixed at 
least initially. Continued agitation is preferred to assure that 
the process materials remain well mixed, and to avoid 
overheating. The polymerization is mildly exothermic. If the 
polymerization temperature goes up appreciably, re?uxing 
of the monomer may be used to help cool the process. 
The molar ratio of THE 'to polycarboxylic acid at the 

beginning of the fourth polymerization can be about 0.2 to 
about 60, preferably about 2 to about 15. Generally speak 
ing, the higher the relative molar amount of polycarboxylic 
acid present, the greater the incorporation (per THF unit) of 
ester units (from polycarboxylic acid) will be. The desired 
amount of ester present will depend on the polycarboxylic 
acid used, and the use of the polymeric product. 

However, in the fourth polymerization the ratio of equiva 
lents of carboxylic acid groups (in the polycarboxylic acid) 
to the number of moles of catalyst (Mz,-Q,) should be less 
than six (i.e., carboxyl present/moles catalyst <6). In a 
simple batch reaction this means this ratio will be less than 
6 at the start of the polymerization, and decrease as the 
polycarboxylic acid is polymerized, and its carboxyl groups 
are “used up” and converted to ester groups. However, as the 
carboxyl groups are used up by polymerization, they may be 
replaced by the addition of polycarboxylic acid, so long as 
the above ratio is less than 6. 

In the fourth polymerization when a dicarboxylic acid 
(x=2) is used in the polymerization, a (product) polymer 
repeat unit can be represented by the general formula 

wherein all of the symbols have the de?nitions as given 
above, and n is an integer of l or more. In preferred 
polymers, n is about 5 to about 500, more preferably about 
8 to about 100. Useful A groups include tetramethylene, 
p-phenylene, and m-phenylene. 
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In another preferred polymer product of the fourth poly- - 
merization, n is 5 or more, more preferably 10 or more. It is 
preferred if A contains urea or urethane groups. By a urea 
group is meant ——NH——C(O)—NR1°—, and by a urethane 
group is meant —O—C(O)—NH——, wherein R10 is hydro 
gen or hydrocarbyl containing 1 to 20 carbon atoms. It is 
preferred if R10 is hydrogen. In other preferred polymers, all 
of R1, R2, R3 and R4 are hydrogen, or one of R2 is methyl, 
the other R2 is hydrogen, and all of R1, R3, and R4 are 
hydrogen. 
A preferred polymer product of the fourth polymerization 

is one in which A has the formula 
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wherein each R6, R7 and R8 is independently hydrocarby 
lene or substituted hydrocarbylene containing 2 to 25 carbon 
atoms, E is —O—— or —NR1°—, wherein R10 is as de?ned 
above, and m is an average of 0 to 10. Such polymers are 
made from dicarboxylic acids A(COZH)X, wherein x is 2, and 
A has the formula shown above. Such diacids can be made 
by the reaction of one or more diisocyanates with one or 
more arninocarboxylic acids, hydroxy carboxylic acids, 
diamines, aminoalcohols and diols. The group R6 is derived 
from the arnino- or hydroxycarboxylic acid, R7 is derived 
from an organic diisocyanate, and R8 is derived from a 
diamine or diol. When a particular E is —O—, it can be 
derived from the. reaction of an isocyanate group and a 
hydrox group to form a urethane. When a particular E is 
—NRI —, it can be derived from the reaction of an isocy 
anate and a primary amino group when R10 is hydrogen, and 
a secondary amino group when R10 is hydrocarbyl, to form 
a urea. All preferred formulas for dicarboxylic acids also 
refer to “A” in the polymer. 

Dicarboxylic acids containing various functional groups 
can be made by methods known in this art. See, for instance, 
Chem. Abs., Vol. 44, 5104 b-d (1950), S. Hsiao, et al., J. 
Polym. Sci}, Part A, Vol. 28, pp. 2169-2178 (1990), and R. 
E. Asay et al., J. Heterocyclic Chem., Vol. 14, pp. 85-90 
(1977). 
To give a concrete example, if it is desired to make the 

dicarboxylic acid wherein both of R6 are l,4-phenylene, R7 
is 

R8 is l,4-phenylene, every E is —NH——, and m is an average 
of 1, one could react (preferably in solution) one mole of 
p-phenylene diamine, two moles of p-arninobenzoic acid, 
and two moles of bis (4-isocyanatophenyl)methane. To 
prepare the corresponding polymer where every E is —O—, 
one would use hydroquinone and p-hydroxybenzoic acid in 
place of p-phenylenediarnine and p-aminobenzoic acid, 
respectively. To vary in, the ratio of diamine, diol and/or 
aminomonool to arninocarboxylic acid and/or hydroxyacid 
would be varied. The amount of diisocyanate would also be 
changed so it could react with all of the amino and/or 
hydroxy groups present. As the art skilled will understand, 
in reactions of this type, a distribution of m values will be 
obtained (except when m is 0) for individual molecules, and 
overall, in is the arithmetic average of the values for 
individual molecules. Fractional values of m are possible by 
varying the stoichiometry. Experiment 1 illustrates the 
preparation of such a dicarboxylic acid. 

In preferred dicarboxylic acids: 
R6 and R8 are each independently l,4-phenylene, 1,3 

phenylene, and n-alkylene containing 2 to 6 carbon 
atoms; 

R7 is l,4-phenylene, 1,3-phenylene, n-alkylene contain 
ing 2 to 6 carbon atoms, or 

CH; 

In especially preferred dicarboxylic acids: 
R6 and R8 are each independently l,4-phenylene, l,3— 

phenylene, and n-alkylene containing 2 to 6 carbon 
atoms; 
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R7 is ethylene, or 

CH; 

In other preferred dicarboxylic acids E is —NR1°— 
wherein R10 is hydrogen, or m is an average of 0 to about 
3. 
By hydrocarbylene in the fourth polymerization and its 

products is meant a divalent radical containing only carbon 
and hydrogen. A substituted hydrocarbylene is a radical 
which also contains substituent groups that do not interfere 
with any of the reactions, including polymerization, 
described herein. Suitable functional groups have been listed 
above. 
The polymeric product of the fourth polymerization, 

particularly one made from dicarboxylic acids containing 
other functional groups, is useful as a thermoplastic elas 
tomer, urethane rubber or in spandex ?ber. The ester groups 
of the poly(ester-ether) may be hydrolyzed to form polyether 
diols. 

This invention is also concerned with the ?rst depolymer 
ization of a polymer consisting essentially of the repeat unit 
——[CHR1CR2R3CR2R3CHR4O]—— wherein R1, R2, R3, and 
R4 are de?ned above, and preferred combinations are as 
given above for the ?rst polymerization process when n=2. 
A catalyst designated MZs'Q, is used, wherein M, S, Q, t, 
and Z, and their preferred embodiments, are as given above 
for the ?rst polymerization. 
The ?rst depolymerization process is carried out at about 

100° C. to about 250° C., preferably about 130° to about 
200° C. Although air can be used to blanket the process, it 
is preferred to use an inert atmosphere such as nitrogen to 
avoid possible side reactions. The polytetrahydrofuran need 
not be dried before use. A solvent may be used, but it is 
preferred to carry out the process without solvent. 
The amount of catalyst compared to polyether present in 

the ?rst depolymerization is not critical, 01-15% by weight 
being useful, preferably about 1 to 3% by weight of catalyst. 
The ?rst depolymerization process may be carried out by 

just heating the polyether in the presence of the catalyst. In 
order to avoid boiling 00° the often volatile tetrahydrofurans, 
a pressure vessel may be needed. However, it is preferred to 
carry out the depolymerization while constantly distilling oil“ 
the (substituted) tetrahydrofuran as it forms. It is believed 
that this ensures driving this process to produce the mono~ 
meric tetrahydrofuran. The recovered monomeric tetrahy 
drofuran may be used in the polymerization to form a 
polytetrahydrofuran. 

Both the ?rst polymerization and ?rst depolymerization 
processes can be done in a variety of ways known to the 
artisan. The ?rst polymerization can be done by batch, 
semi-batch and continuous processes. Continuous processes 
include continuous stirred tank reactor(s) with one or more 
stages, and/or plug ?ow reactors (see Example 19). The ?rst 
depolymerization process can also be done by similar meth 
ods. In this process, a continuous process could be constant 
addition of polyether to the reactor, while distilling olT a 
similar amount of a monomeric tetrahydrofuran. Other 
variations will be evident to one skilled in this art. 

In both the ?rst polymerization and ?rst depolymerization 
processes disclosed herein the catalyst may be recovered and 
reused in either process. It may be recovered from the 
polymerization process by extracting the polymer formed 
with water, while it can be recovered from the depolymer 
ization process by extracting the distillation residue with 
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water. In both instances, the recovered catalyst may be used 
again in a polymerization or depolymerization process. In 
both instances the aqueous washings may be concentrated 
by removal of the wager (as by evaporation) and the solid 
catalyst recovered. See Examples 20, and 28-32 for recov 
ery and reuse of catalyst. 
The second depolymerization process is carried out at 

about 100° C. to about 250° C., preferably about 130° C. to 
about 200° C. Although air can be used to blanket the 
process, it is preferred to use an inert atmosphere such as 
nitrogen to avoid possible side reactions. A solvent may be 
used, but it is preferred to carry out the process without 
solvent. 
The amount of catalyst compared to polyether present is 

not critical, 01-15% by weight (percent of the catalyst to 
polyether) being useful, preferably about 1 to 3% by weight 
of catalyst. 
The second depolymerization process may be carried out 

by just heating the polyether in the presence of the hetero 
geneous catalyst. In order to avoid boiling off the often 
volatile tetrahydrofurans, a pressure vessel may be needed. 
However, it is preferred to carry out the depolymerization 
while constantly distilling off the (substituted) tetrahydro 
furan as it forms. It is believed that this ensures driving this 
process to produce the monomeric tetrahydrofuran. 

In both the second and third polymerization and second 
depolymerization processes disclosed herein heterogeneous 
catalysts may be recovered and reused in any of the pro 
cesses. It may be recovered from the processes by ?ltration, 
and if desired, drying. The recovered catalyst may be used 
again in the polymerization or depolymerization processes. 

All of the above processes may be carried out as batch, 
sernibatch or continuous processes. For all of the processes, 
continuous type processes are preferred. 

In the Examples, the following abbreviations are used: 
ACA-acetic anhydride 
DETM—diethyl 2~[3*(triethoxysilyl)propyl)]malonate 
DMAC—N,N-dimethylacetamide 
GPC—gel permeation chromatography 
MDI-—bi5(4-isocyanatophenyl)methane 
Na?onTM—a sulfonated per?uoropolymer produced by E. 

I. du Pont de Nemours and Company, Wilmington, 
Del., U.S.A. 

Mn—-number average molecular weight 
Mw——weight average molecular weight 
RB-round bottom 

PD-polydispersity (Mw/Mn) 
PS-polystyrene 
SS—stainless steel 
STD—standard 

THF——tetrahydrofuran 

EXAMPLE 1 

of THE with Yttrium Tri?ate and 
Acetic Anhydride 

In a dry box, yttrium tri?ate (0.75 g) was added to each 
of three separate oven dried 100 mL RB ?asks equipped 
with stirring bars. The ?asks were sealed with rubber septa 
and removed from the dry box and nitrogen bleeds attached. 
THE (20 mL) followed by acetic anhydride (0.75 mL) were 
added to each ?ask. After 15, 30 and 45 minutes, a poly 

Polymerization 
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merization was terminated via the addition of 5% NaOH (10 
mL) and THF (50 mL). The resulting organic phases were 
separated and concentrated at reduced pressure and then 
dried under vacuum. Polymer yields and GPC analysis: 

Polymer. Polymer Mn 
Time Yield (%) (PS STD) Mw PD 

15 mins. 56.76 8180 17100 2.09 
30 mins. 67.02 6630 14600 2.20 
45 mins. 73.11 6210 13300 2.02 

EXAMPLE 2 

Polymerization of THF with Ytterbium Tri?ate and 
Acetic Anhydride 

In a dry box, ytterbium tri?ate (0.75 g) was added to each 
of four separate oven dried 100 mL RB ?asks equipped with 
stirring bars. The ?asks were sealed with rubber septa and 
removed from the dry box. Nitrogen bleeds were attached 
and THE (20 mL) followed by acetic anhydride (0.75 mL) 
were added to each ?ask. After 15, 30, 45 and 60 minutes, 
a polymerization was terminated via the addition of 5% 
NaOH (10 mL) and THF (50 mL). The resulting organic 
phases were separated, concentrated at reduced pressure and 
then dried under vacuum. Polymer yields and GPC analysis: 

Polymer. Polymer Mn 
Time Yield (%) (PS STD) Mw PD 

15 mins. 56.09 8400 16200 1.93 
30 mins. 67.98 7360 14900 2.03 
45 mins. 69.67 5890 13100 2.22 
60 mins. 71.31 6010 12800 2.15 

EXAMPLE 3 

Polymerization of THF with Dysprosium Tri?ate 
and Acetic Anhydride 

In a dry box, dysprosium tri?ate (0.75 g) was added to 
each of four separate oven dried 100 mL RB ?asks equipped 
with stirring bars. The ?asks were sealed with rubber septa 
and removed from the dry box. After the attachment of 
nitrogen bleeds THF (20 mL) followed by acetic anhydride 
(0.75 mL) were added to each ?ask. After 15, 30, 45 and 60 
minutes, a polymerization was terminated via the addition of 
5% NaOH (10 mL) and THF (50 mL). The resulting organic 
phases were separated, concentrated at reduced pressure and 
then dried under vacuum. Polymer yields and GPC analysis: 

Polymer. Polymer Mn 
Time Yield (%) (PS STD) Mw PD 

15 mins. 52.03 7260 15700 2.17 
30 mins. 63.86 7220 15700 2.18 
45 mins. 70.05 6250 14300 2.30 
60 mins. 71.36 6010 13700 2.29 

EXAMPLE 4 

Polymerization of THF with Erbium Tri?ate and 
Acetic Anhydride ' 

20 

25 

30 

35 

40 

45 

55 

60 

In a dry box, erbium tri?ate (0.75 g) was added to each of 65 
four separate oven dried 100 mL RB ?asks equipped with 
stirring bars. After sealing with rubber septa the ?asks were 
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removed from the dry box. Nitrogen bleeds were attached 
and THF (20 mL) followed by acetic anhydride (0.75 mL) 
were added to each ?ask. After 15, 30, 45 and 60 minutes, 
a polymerization was terminated via the addition of 5% 
NaOH (10 mL) and THE (50 mL). The resulting organic 
phases were separated, concentrated at reduced pressure and 
then dried under vacuum. Polymer yields and GPC analysis: 

Polymer. Polymer Mn 
Time Yield (%) (PS STD) Mw PD 

15 mins. 52.82 8460 15900 1.89 
30 mins. 62.96 7390 17100 2.32 
45 mins. 66.79 8070 16400 2.04 
60 mins. 68.20 7250 16100 2.22 

EXAMPLE 5 

Polymerization of THF with Lanthanum Tri?ate 
and Acetic Anhydride 

In a dry box, lanthanum tri?ate (0.75 g) was added to each 
of four separate oven dried 100 mL RB ?asks equipped with 
stirring bars. The ?asks were sealed with rubber septa and 
then removed from the dry box. Nitrogen bleeds were 
attached and THF (20 mL) and acetic anhydride (0.75 mL) 
were added to each ?ask. After 15, 30, 45 and 60 minutes, 
a polymerization was terminated via the addition of 5% 
NaOH (10 mL) and THF (50 mL). The resulting organic 
phases were separated, concentrated at reduced pressure and 
then dried under vacuum. Polymer yields and GPC analysis: 

Polymer. Polymer Mn 
Time Yield (%) (PS STD) Mw PD 

15 mins. 5.60 . 9780 13900 1.42 
30 mins. 11.27 13700 20900 1.53 
45 mins. 40.30 17000 28100 1.65 
60 mins. 59.24 15800 33400 2.11 

EXAMPLE 6 

Polymerization of THF with Neodymium Tri?ate 
and Acetic Anhydride 

In a dry box, to an oven dried 100 mL RB ?ask equipped 
with a stirring bar was added neodymium tri?ate (0.75 g). 
The ?ask was sealed with a rubber septum and removed 
from the dry box. A nitrogen bleed was attached and THE 
(20 mL) followed by acetic anhydride (0.75 mL) were 
added. After 30 minutes the polymerization was terminated 
via the addition of 5% NaOH (10 mL) and THF (50 mL). 
The resulting organic phase was separated, concentrated at 
reduced pressure and then dried under vacuum yielding 7.56 
g (42.6%) of polymer. GPC analysis: Mn=8460, 
Mw=22300, PD=2.65 (PS STD). 

EXAMPLE 7 

Polymerization of THF with Yttrium Tri?ate and 
Acetic Anhydride 

In a dry box, yttrium tri?ate (0.75 g) was added to each 
of three oven dried 100 mL RB ?asks equipped with stirring 
bars. The ?asks were sealed with rubber septa and removed 
from the dry box. Nitrogen bleeds were attached and THF 
(20 mL) added to each ?asks. Acetic anhydride (0.25, 0.50 
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and 0.75 mL) was added respectively to each ?ask. After 60 
minutes the polymerizations were quenched via the addition 
of 5% NaOH (10 mL) and THE (50 mL), the resulting 
organic phases were separated, concentrated at reduced 
pressure and then dried in vacuo overnight. Polymer yields 
and GPC analysis: 

Acetic Polymer Mn 
Anhydride Yield (%) (PS STD) Mw PD 

0.25 rnL 75.02 8080 18100 2.25 
0.50 mL 73.33 6940 14900 2.15 
0.75 mL 75.20 5080 13600 2.68 

EXAMPLE 8 

Polymerization of THE with Yttrium Tri?ate and 
Acetic Anhydride 

In a dry box, to three 100 mL RB ?asks equipped with 
stirring bar were added 0.25, 0.50 and 1.00 g yttrium tri?ate 
respectively. The ?ask were sealed with rubber septa and 
removed from the dry box. Nitrogen bleeds were attached 
and THE (20 mL) and acetic anhydride (1.00 mL) were 
added to each ?ask. After 60 minutes the polymerizations 
were terminated via the addition of 5% NaOH (10 mL) and 
THE (50 mL). The resulting organic phases were separated, 
concentrated at reduced pressure and dried under vacuum 
overnight. Polymer yields and GPC analysis: 

Yttrium Polymer Mn 
Tri?ate Yield (%) (PS STD) Mw PD 

0.25 g 50.11 11300 26200 2.02 
0.50 g 70.79 8060 17600 2.16 
1.00 g 81.96 4820 10500 2.09 

EXAMPLE 9 

Polymerization of THF with Yttrium Tri?ate and 
Acetic Anhydride in Diethyl Ether 

In a dry box, yttrium tri?ate (0.75 g) was weighed into an 
oven dried 100 mL RB ?ask equipped with stirring bar. A 
re?ux condenser was attached and the apparatus sealed with 
a rubber septum and removed from the dry box. A nitrogen 
bleed was attached and diethyl ether (20 mL), THE (20 mL) 
and acetic anhydride (0.75 mL) were added. After 60 
minutes the polymerization was quenched via the addition of 
5% NaOH (10 mL) and diethyl ether (50 mL). The resulting 
organic phase was separated, concentrated and dried under 
vacuum. Yield: 3.86 g (21.76%). GPC analysis: Mn=2960, 
Mw=7800, PD:2.63 (PS STD). 

EXAMPLE 10 

Polymerization of THF with Yttrium Tri?ate and 
Acetic Anhydride in Toluene 

In a dry box, yttrium tri?ate (0.75 g) was weighed into an 
oven dried. 100 mL RB ?ask equipped with a stirring bar. 
After sealing with a rubber septum, removal from the dry 
box, and attachment of a nitrogen bleed, toluene (20 mL), 
THE (20 mL) and acetic anhydride (0.75 mL) were added. 
After 60 minutes the polymerization was terminated via the 
addition of 5% NaOH (10 mL) and toluene (50 mL). The 
resulting organic phase was separated, concentrated at 
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reduced pressure and then dried under vacuum. Yield: 1.73 
g (9.75%). GPC analysis: Mn=1150, Mw=2700, PD=2.34 
(PS STD). 

EXAMPLE 11 

Copolymerization of THF/3-Methyl-THF with 
Yttrium Tri?ate and Acetic Anhydride 

In a dry box, yttrium tri?ate (0.75 g) was added to each 
of three separate oven dried 100 mL RB ?asks equipped 
with stirring bars. The ?asks were sealed with rubber septa 
and removed from the dry box wherein nitrogen bleeds were 
attached. THE (15 mL) and 3-methyl-THE (5 mL) followed 
by acetic anhydride (0.75 mL) were added to each ?ask. 
After 15, 30 and 45 minutes, a polymerization was termi 
nated via the addition of 5% NaOH (10 mL) and THE (50 
mL). The resulting organic phases were separated, concen 
trated at reduced pressure and then dried under vacuum. 
Polymer yields and GPC analysis: 

Polymer. Polymer Mn 
Time Yield (%) (PS STD) Mw PD 

15 mins. 39.50 6920 12400 1.80 
30 mins. 51.63 6280 13200 2.11 
45 mins. 57.27 5860 12700 2.17 

1H NMR analysis showed ~12—13% incorporation of 3-methyl-THF in the 
polymers. 

EXAMPLE l2 

Polymerization of THE with Yttrium Tri?ate and 
Tri?uoroacetic Anhydride 

In a dry box, yttrium tri?ate (0.75 g) was weighed in an 
oven dried 100 mL RB ?ask equipped with a stirring bar. 
After sealing with a rubber septum and removal from the dry 
box and attachment of a nitrogen bleed THE (20 mL) was 
added followed by tri?uoroacetie anhydride (3.00 mL). 
After 2 hrs. the polymerization was quenched by the addi 
tion of 5% NaOH (10 mL) and THE (50 mL). Diethyl ether 
(50 mL) was added to effect separation of the organic/ 
aqueous phase. The organic phase was separated, concen_ 
trated at reduced pressure and then dried under vacuum. 
Yield: 5.40 g (30.44%). GPC analysis: Mn=53900, 
Mw=86200, PD:1.78 (PS STD). 

EXAMPLE l3 

Polymerization of THE with Ytterbium Tri?ate and 
Propionic Anhydride 

In a dry box, ytterbium tri?ate (1.00 g) was weighed into 
an oven dried 100 mL RB ?ask equipped with a stirring bar. 
The ?ask was stoppered with a rubber septum and removed 
from the dry box and a nitrogen bleed was attached. THE (20 
mL) and propionic anhydride (1.00 mL) were added via 
syringes. After 60 minutes the polymerization was quench 
with 5% NaOH (10 mL) and THE (50 mL). The resulting 
organic phase was separated, concentrated at reduced pres 
sure and then dried in vacuo. Yield: 12.69 g (71.5%). GPC 
analysis: Mn=6520, Mw=14500, PD=2.23. 
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EXAMPLE 14 

Polymerization of 3-Methyl-THF with Yttrium 
Tri?ate and Acetic Anhydride 

In a dry box, yttrium tri?ate (0.75 g) was weighed into an 
oven dried 100 mL RB ?ask equipped with a stirring bar. 
The ?ask was sealed with a rubber septum and removed 
from the dry box. A nitrogen bleed was attached and 
3-methyl-THF (20 mL) was added followed by acetic anhy 
dride (0.75 g). After stirring overnight the polymerization 
was terminated by the addition of 5% NaOH (10 mL) and 
THE (25 mL). The resulting organic phase was separated, 
concentrated at reduced pressure and dried under vacuum. 
Yield: 6.12 g (34.50%). GPC analysis: Mn=437, Mw=808, 
PD:1.85. 

EXAMPLE 15 

Polymerization of THF with Yttrium Tri?ate and 
Acetic Anhydride 

In a dry box, yttrium tri?ate (0.75 g) was weighed into an 
oven dried 100 mL RB ?ask equipped with a stirring bar. 
After sealing with a rubber septum the ?ask was removed 
from the dry box and a nitrogen bleed attached. THF (20 
mL) and acetic anhydride (1.00 mL) were added. After 17.5 
hrs. THF (20 mL) and acetic anhydride (1.00 mL) were 
added to the thick viscous solution. After an additional 2 hrs 
THF (20 mL) and acetic anhydride were again added to the 
polymerized solution. The polymerization was terminated 
2.5 hrs later via the addition of 5% NaOH (20 mL) and THE 
(100 mL). The organic phase was separated, concentrated at 
reduced pressure and dried under vacuum. Polymer yield: 
32.3 g (61.23%). GPC analysis: Mn=2490, Mw=8440, 
PD=3.39 (PS STD). 

EXAMPLE l6 

Polymerization of THF with Ytterbium Tri?ate 
In a dry box, ytterbium tri?ate (1.00 g) was weighed in a 

100 mL RB ?ask equipped with a stirring bar. After sealing 
with a rubber septum the ?ask was removed from the dry 
box and a nitrogen bleed attached. THF (20 mL) was then 
added via syringe. The polymerization was allowed to 
proceed overnight and then terminated via the addition of 
H20 (25 mL) and diethyl ether (75 mL). The organic phase 
was separated, concentrated at reduced pressure and then 
dried under vacuum. Polymer yield: 0.520 g (2.93%). GPC 
analysis: Mn=4l6000, Mw=842000, PD=2.02 (PS STD). 

EXAMPLE l7 

Polymerization of 7-Oxabicyclo[2.2.1]heptane with 
Ytterbium Tri?ate and Acetic Anhydride 

In a dry box, ytterbium tri?ate (0.5 g) was weighed into 
a 100 mL RB ?ask equipped with a stirring bar. After sealing 
with a rubber septum, the ?ask was remove from the dry box 
and a nitrogen bleed attached. 7-Oxabicyclo[2.2.l]heptane 
(10 mL, distilled from potassium carbonate) was added 
followed by acetic anhydride (0.5 mL). After 1 hr. the 
polymerization was terminated by the addition of 5% NaOH 
(10 mL), THF (75 mL) and diethyl ether (~50 mL). The 
organic phase was separate, concentrated at reduced pres 
sure and then dried under vacuum, Polymer yield: 1.00 g. 
GPC analysis: Mn=233, Mw=522, PD=2.24 (PS STD). 
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EXAMPLE 1s 

Polymerization of Cyclohexene Oxide with 
Lanthanium Tri?ate 

In a dry box, lanthanum tri?ate (0.75 g) was weighed in 
a oven dried 100 mL three neck ?ask equipped with a 
stirring bar, re?ux condenser and addition funnel. Toluene 
(20 mL) was added via syringe and Cyclohexene oxide (20 
mL) was slowly added via the addition funnel. The poly 
merization was terminated after 2.75 hrs. via the addition of 
H20 (10 mL) and toluene (100 mL). The organic phase was 
separated, concentrated at reduced pressure and then dried 
under vacuum. Polymer yield: 12.4 g (63.9%). GPC analysis 
(bimodal distribution): Mn:4510, Mw=25700, PD=5 .70 (PS 
STD). 

EXAMPLE 19 

Continuous Polymerization of T HP with Ytterbium 
Tri?ate and Acetic Anhydride 

A solution of THF (~50O mL) and ytterbium tri?ate (25 g) 
was charged into a 500 mL capacity ISCO pump, which’ was 
connected to a 3 way 3.2 mm SS connector (“T” mixer) via 
8 cm of 3.2 mm SS tubing containing a check valve. A 
second ISCO pump (500 mL capacity) was charged with 
~100 mL of acetic anhydride and this was connected to the 
“T” mixer by 75 cm of 3.2 mm SS tubing also containing a 
check valve. The feed rate of the THF/ytterbium tri?ate 
solution was 3.3 mL/min and that of the acetic anhydride 
was 0.25 mL/min. The “T” mixer was connected to a glass 
stirred holdup tank (approximately 60 mL volume) by 12 cm 
of 3.2 mm SS tubing. This tank was then connected to a 
second stirred holdup tank (approximately 55 mL volume) 
via Cajon ?ex tubing with ultra torr ?tting (6.4 mm, 13 cm). 
This in turn was connected to a third glass reactor, plug ?ow 
(approximately 60 mL volume), again via Cajon ?ex tubing 
with ultra tort ?tting (6.4 mm, 13 cm). The polymerized 
solution exiting from the third reactor was fed to a stirred 
beaker containing water/diethyl ether. Each reactor was 
equipped with thermal well port. During the polymerization 
the temperature in the ?rst reactor stabilized to 41°»42° C. 
and that of the second reactor to 31°—32° C. and that of the 
third reactor 26°—27° C. After the contents of the THF/ 
ytterbium tri?ate pump was discharged, and two fractions of 
polymer were collected, the pump was again re?lled with a 
solution of THF (~500 mL) and ytterbium tri?ate (25 g). 
Three fractions were" collected. The last fraction was 
obtained by purging the system with diethyl ether. 
The organic phases were separated, concentrated at 

reduced pressure and then dried under vacuum giving the 
following: 

Fraction Weight 

1 106.86 g 
2 79.59 g 
3 56.97 g 
4 220.2 g 
5 97.2 g 

The aqueous phases from above were collected, concen 
trated at reduced pressure and then dried under vacuum at 
180° C. giving a cream solid, 46.98 g, representing a 93.94% 
recovery of the total ytterbium tri?ate catalyst used. 
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EXAMPLE 20 

Polymerization of THE with Ytterbium Tri?ate 
(Recovered from Example 19) and Acetic 

Anhydride 

In a dry box, ytterbium tri?ate (1.00 g), recovered catalyst 
from Example 19, was weighed out in a 100 mL RB ?ask 
equipped with a stirring bar. A rubber septum was attached 
and the ?ask removed from the dry box. A nitrogen bleed 
was attached and THE (20 mL) added followed by acetic 
anhydride (1.00 mL). After 1 hr. the polymerization was 
terminated by the addition of water (25 mL), THE (25 mL) 
and diethyl ether (50 mL), the resulting organic phase was 
separated, concentrated at reduced pressure, then dried 
under vacuum affording 13.42 g (75.65%) of polymer. 

EXAMPLE 21 

Polymerization of THE with Yttrium Tri?ate and 
Acetic Andyride at —78° C. 

In a dry box, yttrium tri?ate (0.75 g) was weighed in an 
oven dried 100 mL RB ?ask equipped with a stirring bar. 
After sealing with a rubber septum, removal from the dry 
box and the attachment of a nitrogen bleed, THE (20 mL) 
was added. The resulting mixture was cooled to —78° C. 
Acetic anhydride (0.75 mL) was then added, the polymer 
ization was terminated 5 hrs. later by the addition of water 
(25 mL) and diethyl ether (50 mL). After warming to room 
temperature the resulting organic phase was separated, con 
centrated at reduced pressure, then dried under vacuum 
a?ording 0.58 g (3.27%) of polymer. 

EXAMPLE 22 

Preparation of Didymium (Mischmetall) Tri?ate 

Didymium (rnischmetall) oxide (17 g) and water (50 mL) 
were added to a 200 mL RB ?ask equipped with stirring bar 
and an addition funnel and re?ux condenser. Tri?ic acid (50 
g) was slowly added via the addition funnel to the resulting 
stirred slurry. After the addition was completed a homoge 
neous solution resulted, thus an additional 2.0 g of the oxide 
was added and the slurry heated to re?ux for 2 hrs. The 
cooled slurry was ?ltered, the ?ltrate concentrated at 
reduced pressure and then dried under vacuum at 50°—210° 
C. affording 58.4 g of a pink solid. 

EXAMPLE 23 

Polymerization of THE with Didymium 
(Mischmetall) Tri?ate Polymerization Time on 

Polymer Yield 

In a dry box, didymium tri?ate (0.75 g) was added to each 
of four separate oven dried 100 mL RB ?asks equipped with 
stirring bars. The ?asks were sealed with rubber septa and 
removed from the dry box and nitrogen bleeds attached. 
THE (20 mL) followed by acetic anhydride (0.75 mL) were 
added to each ?ask. After 15, 30, 45 and 60 minutes, a 
polymerization was terminated via the addition of 5% NaOH 
(10 mL) and THE (50 mL). The resulting organic phases 
were separated, concentrated at reduced pressure and then 
dried under vacuum. Polymer yields: 
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Polymer Time Polymer Yield ('72:) 

15 rnins. 13.92 
30 rnins. 34.94 
45 mins. 43-74 
60 rnins 49.4 

EXAMPLE 24 

Polymerization of Re?uxing THE with Yttrium 
Tri?ate and Acetic Anhydride 

In a dry box, yttrium tri?ate (0.75 g) was weighed into an 
oven dried 100 mL ?ask equipped with a stirred bar, a re?ux 
condenser was attached, the ?ask sealed with rubber septum 
and removed from the dry box and a nitrogen bleed attached. 
THE (20 mL) was added and the resulting mixture heated to 
re?ux via an oil bath (temp. ~80D C.). Acetic anhydride (0.75 
mL) was added to the stirred re?uxing mixture. After 30 
minutes the polymerization was terminated via the addition 
of 5% NaOH (10 mL) and THE (50 mL). The cooled organic 
phase was separated, concentrated at reduced pressure, then 
dried under vacuum giving 6.44 g (36.30%) of polymer. 

EXAMPLE 25 

Preparation of Ytterbium Na?on® Salt 

In a 300 mL RB ?ask were added ytterbium oxide (0.75 
g) and Na?on® per?uorinated ion exchange resin powder 
(300 mL, 5 wt. % solution in a mixture of lower aliphatic 
alcohols and 10% water). The resulting mixture was heated 
to 100° C. and stirred overnight. The resulting solution was 
?ltered and dried under vacuum at 150° C., affording 9.21 g 
of a light brown solid. 

EXAMPLE 26 

Polymerization of THE with Ytterbium Na?on® 
Salt and Acetic Anhydride 

In a dry box, the ytterbium Na?on® salt (1.00 g, from 
Example 25) was added to each of four oven dried 100 mL 
RB ?asks equipped with stirring bars. The ?asks were sealed 
with rubber septa and removed from the dry box and 
nitrogen bleeds attached. THE (20 mL) followed by acetic 
anhydride (1.00 mL) were added to each ?ask. After 2, 3, 4 
and 5 hrs. a polymerization was terminated by the addition 
of water (25 mL) and diethyl ether (50 mL). The organic 
phases were separated, concentrated at reduced pressure and 
then dried under vacuum to give the following: 

Polymer Time Polymer Yield (%) 

2 hrs. 5.24 
3 hrs. 11.39 
4 hrs. 17.08 
5 hrs. 22.66 

EXAMPLE 27 

Depolymerization of PolyT HE with Yttrium Tri?ate 

Polytetrahydrofuran 1000 (300 g, Aldrich) and yttrium 
tri?ate (9 g) were placed in a 500 mL three neck ?ask 
equipped with a stirring bar, Vi greaux column (30.5 cm) and 
a fractional distillation head. A nitrogen purge was then 
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attached and all other openings glass stoppered. The result 
ing mixture was then heated by an oil bath and the water 
clear distillate fractions collected as follows: 

Oil Bath Head Temp 
Fraction Temp (°C.) (°C.) Weight 

1 171-175 64.5 67.49 
2 176 64.5 71.84 
3 176 64.5 32.84 
4' 178 ‘ 64.5 58.67 

5 178 64.5 56.71 

Total weight of distillate collected: 287.55 
1H NMR analyses of all ?ve fractions con?rmed the product to be THF. 
Yield (Recovery): 95.85% 

EXAMPLE 28 

Depolymerization of Poly-THF with Yttrium 
Tri?ate: Reuse of Catalyst 

To the residue remaining from Example 27 was added 
polytetrahydrofuran 1000 (300 g, Aldrich). The apparatus 
was reassembled the resulting mixture heated by an oil bath, 
and the resulting water clear distillate fractions were col 
lected as follows: 

Oil Bath Head Temp 
Fraction Temp (°C.) (°C.) Weight 

1 170-174 63-64 43.39 
2 174 64 62.68 
3 175 65 66.15 
4 177 65 55.15 
5 177 65 32.58 

Total weight of distillate collected: 259.95 g 
Yield (Recovery): 86.65% 
Total time elapsed from start of collection to termination of Example: 2 hrs. 
50 rnins. 

EXAMPLE 29 

Polymerization of Recovered THF with Ytterbium 
Tri?ate and Acetic Anhydride 

In a dry box, ytterbium tri?ate (1.00 g) was added to an 
oven dried 100 mL ?ask equipped with a stirring bar. The 
?ask was then sealed with a rubber septum and removed 
from the dry box and a nitrogen purge attached. Tetrahyd 
ofuran (20 mL) from the fourth fraction of Example 27 was 
added followed by 1 mL of acetic anhydride. After 1 hour no 
polymerization was apparent, thus an additional 1 mL of 
acetic anhydride added. After 1 hour the polymerization was 
temiinated via the addition of 5% NaOH and THF (50 mL), 
the organic phase separated, concentrated at reduced pres 
sure and then dried in vacuo overnight affording 10.31 g 
(58%) of polymer. GPC analysis: Mn=l970, Mw=6650, 
PD=3.38 (PS STD). 

EXAMPLE 30 

Polymerization of Recovered Puri?ed THF with 
Ytterbium Tri?ate and Acetic Anhydride 

Fractions 2-4 of experiment Example 27 were combined 
and distilled from sodium/benzophenone. Twenty mL of this 
dried THF was added to ytterbium tri?ate (l g), previously 
weighed out in an oven dried 100 mL ?ask equipped with 
stirring bar and a nitrogen purge. Acetic anhydride (1 mL) 
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was then added, after 1 hour the polymerization was termi 
nated via the addition of 5% NaOH and THF (50 mL), the 
organic phase separated and concentrated at reduced pres 
sure and then in vacuo, aifording 13.32 g (78.08%) of 
polymer. GPC analysis: Mn=4110, Mw=8860, PD=2.15 (PS 
STD). 

EXAMPLE 31 

Recovery of Catalyst from Depolymerization 

Water (100 mL) was added to the residue from Example 
28, the resulting mixture was stirred at room temperature for 
approximately 1 hour, the aqueous phase separated and 
concentrated at reduced pressure and dried in vacuo at 180° 
C. overnight affording a brown solid. This solid was again 
dissolved in water, then ?ltrated, the ?ltrated concentrated at 
reduced pressure. The resulting solid was dried under 
vacuum at 180° C. overnight affording a cream solid: 6.48 
g (72%) of recovered catalyst. 

EXAMPLE 32 

Activity of Recovered Catalyst in the 
Polymerization of THF 

In a dry box, the recovered catalyst of Example 31 (l g) 
was placed in an oven dried 100 mL ?ask equipped with a 
stirring bar. The ?ask was sealed with a rubber septum and 
removed from the dry box and a nitrogen purge attached. 
THF (20 mL) was then added followed by acetic anhydride 
(1 mL). After 1 hour the polymerization was terminated via 
the the addition of 5% NaOH and THF (50 mL), the organic 
phase separated, concentrated and dried in vacuo overnight 
affording 13.86 g (78.13%) of polymer. GPC Analysis: 
Mn=4460, Mw=9280, PD:2.08 (PS STD). 

EXAMPLE 33 

Depolymerization of Poly-THF/3-Methyl-THF 
Copolymer with Yttrium Tri?ate 

Poly-tetrahydrofuran/3-methyl—tetrahydrofuran copoly 
mer (308.6 g) containing 3385 ppm water and yttrium tri?ate 
(9 g) were placed in a 500 mL three neck ?ask equipped with 
a stirring bar, Vigreaux column (30.5 cm), a thermometer 
and a fractional distillation head. A nitrogen purge was 
attached and all other opening glass stoppered. The resulting 
mixture was heated by an oil bath and the water clear 
distillate fractions collected as follows: 

Oil Bath Rxn. Head Weight 
Fraction Temp (°C.) Temp. (°C.) Temp. (°C.) (g) 

1 180-182 140-145 65-70 64.35 
2 182-184 140 69-70 71.03 
3 183-185 140-144 70 69.35 
4 185 143 70 70.12 
5 185 — 70 22.35 

Total weight collected: 297.20 g 
% Yield (Recovery): 96.47 
Total depolymerization time: 2 hrs. 25 rnins. 
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EXAMPLE 34 

Depolymeriation of PolyTI-IF, Diacetate Capped, 
with Yttrium Tri?ate 

Polytetrahydrofuran which was diacetate capped (300 g, 
Mn 1850) and yttrium tri?ate (9 g) were placed in a 500 mL 
three-?ask equipped with a stirring bar, Vigreaux (30.5 cm), 
a thermometer and a fractional distillation head. A nitrogen 
purge was attached and all other openings glass stoppered. 
The resulting mixture was heated by an oil bath and the 
water clear distillate fractions collected as follows: 

Oil Bath Rxn. Head Weight 
Fraction Temp (°C.) Temp. (°C.) Temp. (°C.) (g) 

1 158-160 105-129 64 82.78 
2 160-161 116-129 64-66 62.91 
3 161 116 64-67 77.71 
4 161-180 -— 67-69 51.50 

Total weight Collected: 274.90 g 
% Yield (Recovery): 91.63 
Total depolymerization time: 1 hr. 25 mins. 

EXAMPLE 35 

Polymerization of THF with 
Bis(n-cyclopentadienyl)tetrahydrofuran-bis(tri?uoro 
methanesulfonato)zirconium and Acetic Anhydride 

In a dry box, bis (n-cyclopentadienyl)tetrahydrofuran 
bis(tri?uoromethanesulfonato)zirconium (0.50 g) was added 
to each of four separate oven dried 100 mL RB ?asks 
equipped with stirring bars. The ?asks were sealed with 
rubber septa and removed from the dry box. After the 
attachment of nitrogen bleeds THF (10 mL) and acetic 
anhydride (0.50 mL) were added to each ?ask. After 15, 30, 
45 and 60 minutes, a polymerization was terminated via the 
addition of water (25 mL), THF (50 mL) and ether (25 mL). 
The resulting organic phases were separated, concentrated at 
reduced pressure and then dried under vacuum. Polymer 
yields and GPC analysis: 

Polymer. Polymer Mn 
Time Yield (%) (PS STD) Mw PD 

15 mins. 39.34 12700 14100 1.11 
30 mins. 54.79 15000 19000 1.27 
45 mins. 63.92 16000 22100 1.38 
60 mins. 64.26 17200 24500 1.41 

EXAMPLE 36 

Polymerization of THF with 
Bis(n-cyclopentadienyl)-bis(tri?uoromethanesulfonato) 

titanium and Acetic Anhydride 

In a dry box, bis(n-cyclopentadienyl)-bis(tri?uo 
rometharresulfonato)titanium (0.50 g) was added to each of 
four separate oven dried 100 mL RB ?asks equipped with 
stirring bars. The ?asks were sealed with rubber septa and 
then removed from the dry box. Nitrogen bleeds were 
attached and THF (10 mL) and acetic anhydride (0.50 mL) 
were added to each ?ask. After 15, 30, 45, 70 minutes a 
polymerization was terminated via the addition of water (25 
mL), ether (25 mL) and THF (50 mL). The separated organic 
phases were washed repeatedly with water (3X25 mL), then 
separated, concentrated at reduced pressure and then dried 
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under vacuum. Polymer yields and GPC analysis: 

Polymer. Polymer Mn 
Time Yield (%) (PS STD) Mw PD 

15 mins. 39.35 10700 12000 1.12 
30 mins. 61.33 13900 17300 1.25 
45 mins. 67.08 14200 19300 1.35 
70 mins. 65.50 12400 19300 1.56 

EXAMPLE 37 

Polymerization of THF with 
Bis(n-cyclopentadienyl)tetrahydr0furar1-bis(tri?uoro 
methanesulfonato)zirconium and Acetyl Chloride 

In a dry box, bis(n-cyclopentadienyl)tetrahydrofuran-bis 
(tri?uoromethanesulfonato)zirconium (0.50 g) was added to 
each of three separate oven dried 100 mL RB ?asks 
equipped with stirring bars. The ?asks were sealed with 
rubber septa and removed from the dry box. After the 
attachment of nitrogen bleeds, THF (10 mL) and acetyl 
chloride (0.375 mL) were added to each ?ask. After 15, 30, 
and 45 minutes, a polymerization was terminated via the 
addition of water (25 mL), THF (50 mL) and ether (25 mL). 
The resulting organic phases were washed repeatedly with 
water (3X25 mL), separated, concentrated at reduced pres 
sure and then dried under vacuum. Polymer yields and GPC 
analysis: 

Polymer. Polymer Mn 
Time Yield (%) (PS STD) MW PD 

15 mins. 59.86 7980 10800 1.35 
30 mins. 68.88 7470 11000 1.48 
45 mins. 68.65 5620 9920 1.76 

EXAMPLE 38 

Polymerization of THF with 
Bis(n-cyclopentadienyl)-bis(tri?uoromethanesulfonato) 

titanium and Acetyl Chloride 

In a dry box, bis(n-cyclopentadienyl)-bis(tri?uo 
romethanesulfonato)titanium (0.50 g) was added to each of 
three separate oven dried 100 mL RB ?asks equipped with 
stirring bars. The ?asks were sealed with rubber septa and 
then removed from the dry box. Nitrogen bleeds were 
attached and THE (10 mL) and acetyl chloride (0.375 mL) 
were added to each ?ask. After 15, 30, and 45 minutes a 
polymerization was terminated via the addition of water (25 
mL), ether (25 mL) and THF (50 mL). The separated organic 
phases were washed repeatedly with water (3x25 mL), then 
separated, concentrated at reduced pressure and then dried 
under vacuum. Polymer yields: 

Polymer. Time Polymer Yield (%) 

15 mins. 46.11 
30 mins. 66.85 
45 mins. 74.97 
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EXAMPLE 39 

Polymerization of THF with 
Bis(n-cyclopentadienyl)tetrahydrofuran-bis(tri?uoro 
methanesulfonato)zirconium and Acetic Anhydride 

In a dry box, bis (n-cyclopentadienyl)tetrahydrofuran 
bis(tri?uoromethanesulfonato)zirconium (0.50 g) was added 
to each of three separate oven dried 100 m1. RB ?asks 
equipped with stirring bars. The ?asks were sealed with 
rubber septa and removed from the dry box. After the 
attachment of nitrogen bleeds THF (20 mL) and acetic 
anhydride (1.00 mL) were added to each ?ask. After 15, 30, 
and 45 minutes, a polymerization was terminated via the 
addition of water (25 mL), THF (50 mL) and ether (25 mL). 
The resulting organic phases were separated, concentrated at 
reduced pressure and then dried under vacuum. Polymer 
yields and GPC analysis: 

Polymer. Polymer Mn 
Time Yield (%) (PS STD) Mw PD 

15 mins. 15.22 11300 11900 1.05 
30 mins. 30.50 18100 20300 1.12 
45 mins. 39.35 21300 25500 1.20 

EXAMPLE 4O 

Copolymerization of THF and 3-Methyl-THF with 
Bis (n-cyclopentadienyl)tetrahydrofuran-bis(tri?uo 
romethanesulfonato)zirconium and Acetic Anhy 

dride 

In a dry box, bis(n-cyclopentadienyl)tetrahydrofuran-bis 
(tri?uoromethanesulfonato)zirconium (0.50 g) was added to 
each of three separate oven dried 100 mL RB ?asks 
equipped with stirring bars. The ?asks were sealed with 
rubber septa and removed from the dry box. After the 
attachment of nitrogen bleeds THF (7.5 mL), 3-Methyl-THF 
(2.5 mL) and acetic anhydride (0.10 mL) were added to each 
?ask. After 15, 30, and 45 minutes, a polymerization was 
terminated via the addition of water (25 mL), THF (50 mL) 
and ether (25 mL). The resulting organic phases were 
separated, concentrated at reduced pressure and then dried 
under vacuum. 1H NMR analysis indicates ~l0.5% incor 
poration of 3-methyl-THF in the polymers. Polymer yields 
and GPC analysis: 

Polymer. Polymer Mn 
Time Yield (%) (PS STD) Mw PD 

15 mins. 24.8 8500 9430 1.11 
30 mins. 41.15 11400 13300 1.17 
45 mins. 49.15 12200 15500 1.27 

EXAMPLE 41 

Preparation of 
Bis(n-cyclopentadienyl)tetrahydro?1ran-bis 

(tri?uoromethanesulfonato)hafnium 
In a dry box, hafnocene dichloride (9.93 g) was dissolved 

in THF (300 mL). To this solution, with stirring, was added 
a solution of silver tri?ate (14.12 g) in THE (100 mL). After 
10 minutes the precipitated silver chloride was ?ltered off 
and the resulting ?ltrate concentrated to approximately half 
its volume at reduced pressure. Hexane (250 mL) was added 
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and the resulting mixture placed in the freezer. The resulting 
precipitate was ?ltered and then dried under vacuum. Yield: 
10.02 g. 1H NMR (CDCl3): 6.68 (s, 10H), 3.76 (rn, 4H), 1.84 
(m, 4H). 

EXAMPLE 42 

Preparation of 
Bis(pentamethyl-n-cyclopentadienyl)-bis(tri?uoro 

methanesulfonato)zirconium 

In a dry box, bis(pentarnethylcyclopentadienyl)zirconium 
dichloride (10.00 g) was dissolved in THE (300 mL). To this 
solution, with stirring, was added a solution of silver tri?ate 
(12.46 g) in THE (100 mL). After 15 minutes the precipi 
tated silver chloride was ?ltered olf and the resulting ?ltrate 
concentrated to approximately half its volume at reduced 
pressure. Hexane (250 mL) was added and the resulting 
mixture placed in the freezer. The resulting yellow precipi 
tate was ?ltered and then dried under vacuum. Yield: 6.02 g. 
1H NMR (CDCl3): 2.12 (s). 

EXAMPLE 43 

Preparation of Bis(n-cyclopentadienyD-bis(tri?uoro 
methanesulfonato)vanadium 

Ina dry box, vanadocene dichloride (5.00 g) was dis 
solved in THE (300 mL). To this solution, with stirring, was 
added a solution of silver tri?ate (11.19 g) in THE (100 mL). 
After 15 minutes the precipitated silver chloride was ?ltered 
off and the resulting ?ltrate concentrated to approximately 
half its volume at reduced pressure. Hexane (250 mL) was 
added and the resulting mixture placed in the freezer. The 
resulting green precipitate was ?ltered and then dried under 
vacuum. Yield: 6.99 g. 

EXAMPLE 44 

Polymerization of THF with 
bis(n—cyclopentadienyl)tetrahydrofuranbis(tri?uoro 
methanesulfonato)zirconium and Acetic Anhydride 

in Hexane 

In a dry box, bis(n-cyclopentadienyl)tetrahydrofuran-bis 
(tri?uoromethanesulfonato)zirconium (0.50 g) was added to 
each of three separate oven dried 100 mL RB ?asks 
equipped with stirring bars. The ?asks were sealed with 
rubber septa and removed from the dry box. After the 
attachment of nitrogen bleeds hexane (10 mL), THF (20 mL) 
and acetic anhydride (0.10 mL) were added to each ?ask. 
After 15, 30, and 45 minutes, a polymerization was tenni 
nated via the addition of water (25 mL), THF (50 mL) and 
ether (25 mL). The resulting organic phases were separated, 
concentrated at reduced pressure and then dried under 
vacuum. Polymer yields and GPC analysis: 

Polymer. Polymer Mn 
Time Yield (%) (PS STD) Mw PD 

15 mins. 4.96 1390 2020 1.45 
30 mins. 9.24 2980 3470 1.16 
45 mins. 20.40 3410 4030 1.18 
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EXAMPLE 45 

Polymerization of Cyclohexene Oxide with 
bis(n-cyclopentadienyl)tetrahydrofuran-bis(tri?uoro 

methanesu1fonato)zirconium 

In a dry box, bis (n-cyclopentadienyl)tetrahydrofuran 
bis(tri?uoromethanesulfonato)zirconium (0.50 g) was added 
to an oven dried 100 mL RB ?ask equipped with stirring bar, 
re?ux condenser and addition funnel. The ?ask was sealed 
with a rubber septum and removed from the dry box. After 
the attachment of a nitrogen bleed, toluene (10 mL) was 
added. Then a solution of cyclohexene oxide (20 mL) and 
toluene (10 mL) was slowly added via the addition funnel. 
After 60 minutes the polymerization was terminated by the 
addition of water (25 mL) and toluene (100 mL). The 
separated organic phase was concentrated at reduced pres 
sure and then dried under vacuum. Polymer yield: 2.28 g. 
GPC analysis (PS STD.): Mn=13600, Mw=24500, PD=1.80. 

EXAMPLE 46 

Polymerization of THF with 
Bis(n-cyclopentadienyl)tetrahydrofuran-bis(tri?uoro 
methanesulfonato)hafnium and Acetic Anhydride 

In a dry box, bis (n-cyclopentadienyl)tetrahydrofuran 
bis(tri?uoromethanesulfonato)hafnium (0.50 g) was added 
to each of four separate oven dried 100 mL RB ?asks 
equipped with stirring bars. The ?asks were sealed with 
rubber septa and removed from the dry box. After the 
attachment of nitrogen bleeds THF (10 mL) and acetic 
anhydride (0.50 mL) were added to each ?ask. After 15, 30, 
45 and 60 minutes, a polymerization was terminated via the 
addition of water (25 mL), THF (50 mL) and ether (25 mL). 
The resulting organic phases were separated, concentrated at 
reduced pressure and then dried under vacuum. Polymer 
yields and GPC analysis: 

Polymer. Polymer Mn 
Time Yield (%) (PS STD) Mw PD 

15 mins. 32.13 11200 12200 1.09 
30 mins. 48.70 15200 18600 1.22 
45 mins. 58.74 17400 23100 1.33 
60 mins. 60.54 17000 24100 1.42 

EXAMPLE 47 

Polymerization of THF with 
Bis(n-cyclopentadienyl)-bis(tri?uoromethanesulfonato) 

vanadium and Acetic Anhydride 

In a dry box, bis(n-cyclopentadienyl)-bis(tri?uo 
romethanesulfonato)vanadium (0.50 g) was added to each of 
four separate oven dried 100 mL RB ?asks equipped with 
stirring bars. The ?asks were sealed with rubber septa and 
removed from the dry box. After the attachment of nitrogen 
bleeds THF (10 mL) and acetic anhydride (0.50 mL) were 
added to each ?ask. After 15, 30, 45 and 60 minutes, a 
polymerization was terminated via the addition of water (25 
mL), THF (50 mL) and ether (25 mL). The resulting organic 
phases were separated, concentrated at reduced pressure and 
then dried under vacuum. Polymer yields and GPC analysis: 
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Polymer. Polymer Mn 
Time Yield (%) (PS STD) Mw PD 

15 mins. 17.59 10600 13000 1.22 
30 mins. 45.32 14100 18800 1.34 
45 mins. 60.43 15100 21700 1.44 
60 mins. 62.57 10500 21000 2.00 

EXAMPLE 48 

Polymerization of THF with 
Bis(pentamethylcyclopentadienyl)bis(tri?uoro~ 

methanesulfonato)zirconium and Acetic Anhydride 

In a dry box, bis(pentamethylcyclopentadi 
enyl)bis(tri?uoromethanesulfonato)zirconium (0.50 g) was 
added to each of four separate oven dried 100 mL RB ?asks 
equipped with stirring bars. The ?asks were sealed with 
rubber septa and removed from the dry box. After the 
attachment of nitrogen bleeds THF ( 10 mL) and acetic 
anhydride (0.50 mL) were added to each ?ask. After 15, 30, 
45 and 60 minutes, a polymerization was terminated via the 
addition of water (25 mL), THF (50 mL) and ether (25 mL). 
The resulting organic phases were separated, concentrated at 
reduced pressure and then dried under vacuum. Polymer 
yields and GPC analysis: 

Polymer. Polymer Mn 
Time Yield (%) (PS STD) Mw PD 

15 mins. 33.26 10600 11900 1.12 
30 mins. 44.64 12100 14800 1.23 
45 mins. 60.09 13400 17600 1.31 
60 mins. 70.23 15100 20900 1.38 

EXAMPLE 49 

Polymerization of THF with 
Bis(pentamethylcyclopentadienyl)bis(tri?uoro~ 

methanesulfonato)zirconium and Adipoyl Chloride 

In a dry box, bis(pentamethylcyclopentadi 
enyl)bis(tri?uoromethanesulfonato)zirconium (0.50 g) was 
added to an oven dried 100 mL RB ?ask equipped with a 
stirring bar. The ?ask was sealed with a rubber septum and 
removed from the dry box. After the attachment of a 
nitrogen bleed THF (10 mL) and adipoyl chloride (0.50 mL) 
were added. After 45 minutes, the polymerization was 
terminated via the addition of water (25 mL), THF (50 mL) 
and ether (25 mL). The resulting organic phase was sepa 
rated, concentrated at reduced pressure and then dried under 
vacuum. Polymer yield: 5.87 g (66.17%). 

EXAMPLE 50 

Polymerization of THF with 
Bis(pentamethylcyclopentadienyl)bis(tri?uoro 

methanesulfonato)zirconium and Acetyl Bromide 

In a‘ box, bis(pentamethylcyclopentadi 
enyl)bis(tri?uoromethanesulfonato)zirconium (0.50 g) was 
added to an oven dried 100 mL RB ?ask equipped with a 
stirring bar. The ?ask was sealed with rubber septum and 
removed from the dry box. After the attachment of a 
nitrogen bleed THF (10 mL) and acetyl bromide (0.50 mL) 
were added. After 45 minutes, the polymerization was 
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terminated via the addition of water (25 mL), THF (50 mL) 
and ether (25 mL). The resulting organic phase was sepa 
rated, concentrated at reduced pressure and then dried under 
vacuum. Polymer yield: 2.20 g. 

EXAMPLE 51 

Polymerization of THF with 
Bis(n-cyclopentadienyl)-bis(tri?uoromethanesulfonato) 

vanadium and Acetyl Bromide 

In a dry box, bis(n-cyclopentadienyl)-bis(tri?uo 
romethanesulfonato)vanadium (0.50 g) was added to an 
oven dried 100 mL RB ?ask equipped with a stirring bar. 
The ?ask was sealed with rubber septum and removed from 
the dry box. After the attachment of a nitrogen bleed THF 
(10 mL) and acetyl bromide (0.50 mL) were added. After 60 
minutes, the polymerization was terminated via the addition 
of water (25 mL), THF (50 mL) and ether (25 mL). The 
resulting organic phase was separated, concentrated at 
reduced pressure and then dried under vacuum. Polymer 
yield: 3.68 g. 

EXAMPLE 52 

Polymerization of THF with 
Bis(n-cyclopentadienyl)tetrahydrofuran-bis(tri?uoro 

methanesu1fonato)hafnium and Acetyl Bromide 

In a dry box, bis(n-cyclopentadienyl)tetrahydrofuran-bis 
(tri?uoromethanesulfonato)hafnium (0.50 g) was added to 
an oven dried 100 rnL RB ?ask equipped with a stirring bar. 
The ?ask was sealed with a rubber septum and removed 
from the dry box. After the attachment of a nitrogen bleed 
THF (10 mL) and acetyl bromide (0.50 mL) were added. 
After 30 minutes, the polymerization was terminated via the 
addition of water (25 mL), THF (50 mL) and ether (25 mL). 
The resulting organic phase was separated, concentrated at 
reduced pressure and then dried under vacuum. Polymer 
yield: 2.29 g. 

EXAMPLE 53 

Polymerization of Oxepane with 
bis(n-cyclopentadienyl)tetrahydrofuran-bis(tri?uoro 
methanesulfonato)zirconium and Acetic anhydride 

In a dry box, bis(n-cyclopentadienyl)tetrahydrofuran—bis 
(tri?uoromethanesulfonato)zirconium (0.05 g) was added to 
an oven dried 50 mL RB ?ask equipped with stirring bar. 
The ?ask was sealed with a rubber septum and removed 
from the dry box. After the attachment of a nitrogen bleed 
oxepane (1.00 mL) and acetic anhydride (0.05 mL) were 
added via syringe. After 60 minutes the polymerization was 
terminated by the addition of water (10 mL) and ether (25 
mL). The separated organic phase was concentrated at 
reduced pressure and then dried under vacuum. Polymer 
yield: 0.87 g. 

EXAMPLE 54 

Polymerization of THF with 
Bis(n-cyclopentadienyl)tetrahydrofuran-bis(tri?uoro 

methanesulfonato)zirconium and Diglycolyl 
Chloride 

In a dry box, bis(n-cyclopentadienyl)tetrahydrofuran-bis 
(tri?uoromethane-sulfonato)zirconium (0.50 g) was added 
an oven dried 100 mL RB ?ask equipped with a stirring bar. 
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The ?ask was sealed with a rubber septum and removed 
from the dry box. After the attachment of a nitrogen bleed 
THF (10 mL) and diglycolyl chloride (1.00 mL) were added 
to the ?ask. After 45 minutes the polymerization was ter 
minated via the addition of water (25 mL), THF (50 mL) and 
ether (25 mL). The resulting organic phase was separated, 
concentrated at reduced pressure and then dried under 
vacuum. Polymer yield: 0.64 g. 

EXAMPLE 55 

Copolymerization of THF/3-Methyl-THF with 
Bis(n-cyclopentadienyl)tetrahydr0furan-bis(tri?uoro 

methanesulfonato)zirconium and Diglycolyl 
Chloride 

In a dry box, bis(n-cyclopentadienyl)tetrahydr0furan~bis 
(tri?uorornethanesulfonato)zirconium (0.50 g) was added an 
oven dried 100 rnL RB ?ask equipped with a stirring bar. 
The ?ask was sealed with a rubber septum and removed 
from the dry box. After the attachment of a nitrogen bleed 
THF (7.5 mL), 3-methyl-THF (2.5 mL) and diglycolyl 
chloride (1.00 mL) were added to the ?ask. After 45 minutes 
the polymerization was terminated via the addition of water 
(25 mL), THF (50 mL) and ether (25 mL). The resulting 
organic phase was separated, concentrated at reduced pres 
sure and then dried under vacuum. Polymer yield: 0.63 g. 

EXAMPLE 56 

Polymerization of THF With 
Bis(pentamethylcyclopentadienyl)-bis(tri?uoro 
methanesulfonato)zirconium and Tri?uoroacetic 

Anhydride 

In a dry box, bis(pentamethylcyclopentadieny1)~bis(trif 
luoromethanesulfonato)zirconium (0.50 g) was added to an 
oven dried 100 mL RB ?ask equipped with a stirring bar. 
The ?ask was sealed with a rubber septum and removed 
from the dry box. After the attachment of a nitrogen bleed 
THF (10 mL) and tri?uoroactic anhydride (0.50 mL) were 
added. After 3 hrs., the polymerization was terminated via 
the addition of water (25 mL), THF (50 mL) and ether (25 
mL). The resulting organic phase was separated, concen 
trated at reduced pressure and then dried under vacuum. 
Polymer yield: 4.89 g. 

EXAMPLE 5 7 

Copolymerization of THF/B-Methyl-THF with 
Bis(n-cyclopentadienyl)tetrahydrofuran-bis(tri?uoro 
methanesulfonato)zirconium and Adipoyl Chloride 

In a dry box, bis(n-cyclopentadienyl)tetrahydrofuran-bis 
(tri?uoromethanesulfonato)zirconium (0.50 g) was added an 
oven dried 100 rnL RB ?ask equipped with a stirring bar. 
The ?ask was sealed with a rubber septum and removed 
from the dry box. After the attachment of a nitrogen bleed 
THF (7 .5 mL), 3-methyl-THF (2.5 mL) and adipoyl chloride 
(1.00 mL) were added to the ?ask. After 60 minutes the 
polymerization was terminated via the addition of water (25 
mL), THF (50 mL) and ether (25 mL). The resulting organic 
phase was separated, concentrated at reduced pressure and 
then dried under vacuum. Polymer yield: 5.98 g. 
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EXAMPLE 58 

Polymerization of THE with Yttrium Tri?ate and 
Acetyl Chloride 

In a dry box, yttrium tri?ate (0.75 g) was added to each 
of four separate oven dried 100 mL RB ?asks equipped with 
stirring bars. The ?asks were sealed with rubber septa and 
then removed from the dry box. Nitrogen bleeds were 
attached and THE (20 mL) and acetyl chloride (0.75 mL) 
were added to each ?ask. After 15, 30, 45 and 60 minutes a 
polymerization was terminated via the addition of water (25 
mL), ether (25 mL) and THE (50 mL). The resulting organic 

1O 

phases were separated, concentrated at reduced pressure and 15 
then dried under vacuum. Polymer yields and GPC analysis: 

Polymer. Polymer Mn 
Time Yield (%) (PS STD) Mw PD 

15 rnins. 49.21 1610 3470 2.15 
30 mins. 50.05 1520 3390 2.22 
45 mins. 49.77 1510 3570 2.36 
60 mins. 52.76 1740 3940 2.26 

EXAMPLE 59 

Polymerization of THE with Ytterbium Tri?ate and 
Acetyl Chloride 

In a dry box, ytterbium tri?ate (0.75 g) was added to each 
of three separate oven dried 100 mL RB ?asks equipped 
with stirring bars. The ?asks were sealed with rubber septa 
and then removed from the dry box. Nitrogen bleeds were 
attached and THE (20 mL) and acetyl chloride (0.75 mL) 
were added to each ?ask. After 15, 30 and 45 minutes a 
polymerization was terminated via the addition of water (25 
mL), ether (25 mL) and THE (50 mL). The resulting organic 
phases were separated, concentrated at reduced pressure and 
then dried under vacuum. Polymer yields and GPC analysis: 

Polymer. Polymer Mn 
Time Yield (%) (PS STD) Mw PD 

15 mins. 52.59 1710 3790 2.22 
30 mins. 52.82 1730 4540 2.61 
45 rnins. 52.25 1730 4690 2.71 

EXAMPLE 60 

Polymerization of THE with Didymium 
(Mischmetall) Tri?ate and Acetyl Chloride 

In a dry box, didymium tri?ate (0.75 g) was added to each 
of three separate oven dried 100 mL RB ?asks equipped 
with stirring bars. The ?asks were sealed with rubber septa 
and then removed from the dry box. Nitrogen bleeds were 
attached and THE (20 mL) and acetyl chloride (0.75 mL) 
were added to each ?ask. After 15, 30 and 45 minutes a 
polymerization was terminated via the addition of water (25 
mL), ether (25 mL) and THE (50 mL). The resulting organic 
phases were separated, concentrated at reduced pressure and 
then dried under vacuum. Polymer yields and GPC analysis: 
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Polymer. Polymer Mn 
Time Yield (%) (PS STD) Mw PD 

15 mins. 21.98 1020 2000 1.95 
30 mins. 26.94 926 1780 1.92 
45 mins. 32.86 1040 2060 1.97 

EXAMPLE 61 

Polymerization of THE with Erbium Tri?ate and 
Acetyl Chloride 

In a dry box, erbium tri?ate (0.75 g) was added to each of 
three separate oven dried 100 mL RB ?asks equipped with 
stirring bars. The ?asks were sealed with rubber septa and 
then removed from the dry box. Nitrogen bleeds were 
attached and THE (20 mL) and acetyl chloride (0.75 mL) 
were added to each ?ask. After 15, 30 and 45 minutes a 
polymerization was terminated via the addition of water (25 
mL), ether (25 mL) and THE (50 mL). The resulting organic 
phases were separated, concentrated at reduced pressure and 
then dried under vacuum. Polymer yields and GPC analysis: 

Polymer. Polymer Mn 
Time Yield (%) (PS STD) Mw PD 

15 mins. 53.83 1570 3400 2.17 
30 mins. 56.09 1650 4090 2.47 
45 mins. 56.99 1710 4310 2.51 

EXAMPLE 62 

- Polymerization of THE with Scandium Tri?ate and 
_ Acetyl Chloride 

In a dry box, seandium tri?ate (0.75 g) was added to each 
of three separate oven dried 100 mL RB ?asks equipped 
with stirring bars. The ?asks were sealed with rubber septa 
and then removed from the dry box. Nitrogen bleeds were 
attached and THE (20 mL) and acetyl chloride (0.75 mL) 
were added to each ?ask. After 15, 30 and 45 minutes a 
polymerization was terminated via the addition of water (25 
mL), ether (25 mL) and THE (50 mL). The resulting organic 
phases were separated, concentrated at reduced pressure and 
then dried under vacuum. Polymer yields and GPC analysis: 

Polymer. Polymer Mn 
Time Yield (%) (PS STD) Mw PD 

15 mins. 53.33 1750 4180 2.38 
30 minsv 54.17 1690 4630 2.73 
45 mins. 53.49 1570 5660 3.61 

EXAMPLE 63 

Polymerization of THE with Copper Tri?ate and 
Acetyl Chloride 

In a dry box, copper tri?ate (0.75 _g) was added to each of 
three separate oven dried 100 mL RB ?asks equipped with 
stirring bars. The ?asks were sealed with rubber septa and 
then removed from the dry box. Nitrogen bleeds were 
attached and THE (20 mL) and acetyl chloride (0.75 mL) 
were added to each ?ask. After 15, 30 and 45 minutes a 
polymerization was terminated via the addition of water (25 
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mL), ether (25 mL) and THE (50 mL). The resulting organic 
phases were separated, concentrated at reduced pressure and 
then dried under vacuum. Polymer yields and GPC analysis: 

Polymer. Polymer Mn 
Time Yield (%) (PS STD) Mw PD 

15 mins. 23.56 1010 2150 2.13 
30 mins. 31.74 1250 2720 2.18 
45 mins. 43.24 1390 3180 2.29 

EXAMPLE 64 

Polymerization of THE with Tin Tri?ate and Acetyl 
Chloride 

In a dry box, tin tri?ate (0.75 g) was added to each of three 
separate oven dried 100 mL RB ?asks equipped with stirring 
bars. The ?asks were sealed with rubber septa and then 
removed from the dry box. Nitrogen bleeds were attached 
and THE (20 mL) and acetyl chloride (0.75 mL) were added 
to each ?ask. After 15, 30 and 45 minutes a polymerization 
was terminated via the addition of water (25 mL), ether (25 
mL) and THE (50 mL). The resulting organic phases were 
separated, concentrated at reduced pressure and then dried 
under vacuum. Polymer yields: 

Polymer. Time Polymer Yield (%) 

15 mins. 23.96 
30 mins. 40.53 
45 mins. 41.60 

EXAMPLE 65 

Polymerization of THE with Zirconium Tri?ate and 
Acetyl Chloride 

In a dry box, zirconium tri?ate (0.75 g) was added to each 
of three Separate oven dried 100 mL RB ?asks equipped 
with stirring bars. The ?asks were sealed with rubber septa 
and then removed from the dry box. Nitrogen bleeds were 
attached and THE (20 mL) and acetyl chloride (0.75 mL) 
were added to each ?ask. After 15, 30 and 45 minutes a 
polymerization was terminated via the addition of water (25 
mL), ether (25 mL) and THE (50 mL). The resulting organic 
phases were separated, concentrated at reduced pressure and 
then dried under vacuum. Polymer yields and GPC analysis: 

Polymer. Polymer Mn 
Time Yield (%) (PS STD) Mw PD 

15 mins. 49.04 2040 4320 2.12 
30 mins. 64.43 2200 4880 2.21 
45 mins. 65.84 2290 5190 2.27 

EXAMPLE 66 

Polymerization of THE with Zinc Tri?ate and 
Acetyl Chloride 

In a dry box, zinc tri?ate (0.75 g) was added to each of 
three separate oven dried 100 mL RB ?asks equipped with 
stirring bars. The ?asks were sealed with rubber septa and 
then removed from the dry box. Nitrogen bleeds were 
attached and THE (20 mL) and acetyl chloride (0.75 mL) 

10 

20 

25 

30 

35 

40 

45 

50 

55 

60 

65 

38 
were added to each ?ask. After 45, 60 and 75 minutes a 
polymerization was terminated via the addition of water (25 
mL), ether (25 mL) and THE (50 mL). The resulting organic 
phases were separated, concentrated at reduced pressure and 
then dried under vacuum. Polymer yields: 

Polymer. Time Polymer Yield (%) 

15 mins. 5.64 
30 mins. 6.88 
45 mins. 7.61 

EXAMPLE 67 

Polymerization of THE with Yttrium Tri?ate arid 
' Adipoyl Chloride 

In a dry box, yttrium tri?ate (1.00 g) was added to each 
of three separate oven dried 100 mL RB ?asks equipped 
with stirring bars. The ?asks were sealed with rubber septa 
and then removed from the dry box. Nitrogen bleeds were 
attached and THE (20 mL) and adipoly chloride (1.00 mL) 
were added to each ?ask. After 15, 30 and 45 minutes a 
polymerization was terminated via the addition of water (25 
mL), ether (25 mL) and THE (50 mL). The resulting organic 
phases were separated, concentrated at reduced pressure and 
then dried under vacuum. Polymer yields and GPC analysis: 

Polymer. Polymer Mn 
Time Yield (%) (PS STD) Mw PD 

15 mins. 56.20 2020 5340 2.16 
30 mins. 58.62 2350 4790 2.04 
45 mins. 58.40 1910 5250 2.75 

EXAMPLE 68 

Polymerization of THE with Terephthaloyl Chloride 
and Yttrium Tri?ate 

In a dry box, yttrium tri?ate (0.75 g) and terephthaloyl 
chloride (2.00 g) were added to a 100 mL RB ?ask equipped 
with a stiiring bar. The ?ask was sealed with a rubber septum 
and removed from the dry box. A nitrogen purge was 
attached and THE (20 mL) addeded via syringe. After 90 
minutes the polymerization was terminated by the addition 
of water (25 mL) and THE (25 mL) and ether (50 mL). The 
separated organic phase was concentrated at reduced pres 
sure and then dried under vacuum. Polymer yield: 2.25 g. 
GPC Analysis (PS STD.): Mn=40900, Mw=63000, 
PD=1.54. 

EXAMPLE 69 

Polymerization of THE with Neodymium Tri?ate 
and Acetyl Bromide 

In a dry box, neodymium tri?ate (0.75 g) was added to 
each of four separate oven dried 100 mL RB ?asks equipped 
with stirring bars. The ?asks were sealed with rubber septa 
and then removed from the dry box. Nitrogen bleeds were 
attached and THE (20 mL) and acetyl bromide (1.50 mL) 
were added to each ?ask. After 15, 30, 45 and 60 minutes a 
polymerization was terminated via the addition of water (25 
mL), ether (25 mL) and THE (50 mL). The resulting organic 
phases were separated, concentrated at reduced pressure and 
then dried under vacuum. Polymer yields: 










































